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PREFACE. 



Some three years ago there was published in The Mining 
Industry of Denver, by the author of the present volume, a 
series of articles entitled "Notes on Technical Chemical 
Analyses." The articles were favorably received by the tech- 
nical public, and in compliance with numerous requests their 
republication in the present book form was undertaken. 

It is, however, proper to state that the original articles 
have been rewritten and much new matter has been added, 
embracing all the new technical methods which have been in- 
troduced and proved trustworthy since the publication of the 
series referred to, as well as many determinations not described 
there. 

Greatest prominence has been given to the rapid methods 
in vogue in the technical laboratories of the United States, 
supplemented by a detailed description of some of the longer 
and more exact ones. 

Although the plan of the work presupposes a knowledge of 
the general principles of chemistry, the endeavor has been to 
present the methods in a form that those having but a more 
limited experience in analytical chemistry could successfully 
perform the operations. 

Ciiapter III of Part IV, while not strictly within the scope 
of a work of the present nature, was included to illustrate the 
practical application of the principles of stoichiometry and 
chemistry to metallurgy. 

Preference has been made by footnotes to the original sources 

• • • 
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IV PREFACE. 

of information. Where, inadvertently, omissions have occurred 
and due credit has not been so given, the author would esteem 
it a favor to have his attention called to the neglect. He 
would also be pleased to receive criticisms on the work, so that 
he may be able to take advantage of them should a future 
edition be called for. 

In conclusion the author begs to add that should this little 
volume fill even partially the wants of technical chemists and 
meet with their approval, he will feel amply repaid for the 
labor involved in the compilation and publication of the 
methods described. 

H. Van F. Furman. 

Denver, Colo., September 30, 1893. 
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CHAPTER I. 

INTRODUCTION. 

Assaying as practised in the United States, and particu- 
larly as practised in the Far West, may be said to include all 
those operations of analytical chemistry which have for their 
object the determination of the value of ores and metallur- 
gical products. Results are obtained by the following three 
methods: 1st. Fire-assay (dry method); 2d. Gravimetric 
analysis in the wet way; 3d. Volumetric analysis in the wet 
way. In this classification the colorimetric methods are 
included in the division of volumetric analysis. 

Fire-assay determinations involve the separation of the 
metal sought from the other constituents of the ore by the aid 
of heat and suitable fluxes, and its estimation by weighing in a 
state of purity. For example, if the object is the determina- 
tion of lead in an ore, the ore is mixed in a crucible with suit- 
able fluxes and fused. The lead is reduced to the metallic 
stale, in which condition it is readily detached from the slag for 
weighing. 

Gravimetric determinations involve the separation of the 
substance from the other constituents of the ore, and its esti- 
mation by weighing either the substance itself in a state of 
purity or as a constituent of a chemical compound whoso com- 
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position is accurately known. For example, if tlic object is 
tlie determination of lime in a mineral, tlie latter may be 
treated in such a manner that the ultimate product of sucli 
treatment is pure lime, which can be weighed direct; or the 
treatment may be »uch that the product is calcium sulphate, 
whose weight may be determined, and as this salt is of invari- 
ble composition the contained lime car. readily be calculated. 

Volumetric determinations arc those which Involve the 
separation of the substance, to be determined from all Inter- 
fering constituents of the ore, and the final measuring of the 
quantity of a solution necessary to complete a certain re- 
action; or, as in the case of colorimetric determinations, by 
measuring the color imparted to a definite quantity of the 
liquid by the constituent sought in comparison with the color 
imparted to the same quantity of water, or other suitable fluid, 
by a known quantity of the constituent sought. For example, 
if the object is the determination of iron in an iron ore, as the 
iron is capable of reduction from the ferric to the ferrous state, 
and of subsequent oxidation to the ferric state by the addition 
of a suitable oxidizing reagent, if the amount of oxidizing agent 
necessary to just convert the iron to the ferric state is known, 
the amount of iron in the substance can be readily calculated. 

In fire-assaying generally but one constituent of the ore is 
determined in each assay, — except in the case of gold and silver 
determinations, where frequently both the gold and silver are 
determined in tlie same portion. 

In gravimetric analysis frequently several or all of the con- 
stituents of the substance are determined in the one portion 
taken for analysis. 

In volumetric work generally a separate portion is taken for 
each determination. 

The following hints may be of benefit to the young and in- 
experienced chemist; 

Cleanliness is absolutely essential to good work. 

The work should be systematically arranged and carried 
out. The secret of accomplishing a large amount of work and 
avoiding errors depends largely upon being systematic. The 
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INTflODUCriON. 

'«pparatiis and reagents should be adapted I 
should be systematically arranged, A system of labeUJiig and 
keeping track of each sample thiough all stages of the aDalysiii 
should be adopted. By this means mixing of samples will 
be impossible, and a glance will show at any time just how 
far the analysis has proceeded. A good system of labelling 
is to prepare some pieces of heavy paper about one and 
a half inches square. As the substance Is weighed out mark 
the number or name of lot, the elements to be deterir.ined. and 
weight taken on one of these squares of paper, and carry the 
same along through the course of the anjiysis with the casse- 
role, beaker, etc., containing the sample, making simple marks 
on the paper from time to time, as necessary, to show the stage 
if the analysis. 

Where much work is to be done do not attempt to carry a 
!w determinations through the different stages of the analysis 
a finish at once, but start a number of determinations and 
try them along througli the different stages in series, as many 

:onvenient at a time. 

Use definite weigiits in weighing out a substance for analy> 

as 0.5 or 1.0 gm. 

Do not make up the reagents indiscriminately, but always 
try and have them of a definite strength. In tni^ way the use 
of excessive quantities of reagents will be avoided. The use 
of excessive quantities of reagents not only unnecessarily 
prolongs the operations, but frequently spoils the results, or 
renders it impossible to obtain results. Tliis applies to water 
aa well as other reagents. The smallest quantity of a reagent 
which will thoroughly do the work required of it should be 
ttscd. 

In making up standard solutions for volumetric analysis 
Care should be exercised to have them of the pioper strength; 
tJiey should be thoroughly mixed and accurately .slanJardized. 
It is best to have tliese volumetric solutions of 3 definite, even 
Urcngih. For example, the polassium-pernianganale solution 
used in the determinalioii of iron should be of such a strength 
each cubic centimetre will equal 5 milligrammes or 10 
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milligrammes of iron. This saves a great deal of time, and 
possibly errors, in the calculation of results. 

Use apparatus which is adapted to the work, and never use 
larger apparatus than is necessary. For example, if 0.5 gm. of 
slag is to be decomposed by acids, if introduced into a large 
casserole a greater quantity of acids will be necessary than if a 
small casserole is used and the operation will be prolonged. 

Do not use larger filter papers than are necessary. A large 
filter requires much more washing than a small one. 

Be careful to avoid loss in boiling and other operations. 

Never accept results where there is reason to believe that 
they may be incorrect, owing to faulty manipulation or acci- 
dents. 
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SAMPLING. 



All ores, furnace products, etc., ivhich are to be asiiayed 
must be first accurately sampled. Accurate sampling is quite 
as essential as accurate assaying; for if tile sample does not 
truly represent the lot or mass from which it was taken, the 
subsequent assay will be valueless. 

Tile asaayer or chemist wiil usually receive the sample 
already prepared ; but as he will occasionally be called upon to 
take his own sample, a knowledge of the art of sampling and 
' the different methods in vogue is essential. 

The method to be adopted (or obtaining a sample will de- 
pend upon the character of the material to be sampled and the 
use to which it is to be put after sampling : for example, in 
the case of a silver ore. whether the ore is high or low grade, 
' whether it is wet or dry, etc. If the ore is to be smelted, it is 
not desiiable to crush it finer than is necessary to obtain a 
correct sample, as fine ore is undesirable for smelting. If the 
[ ore is to be milled, fine crushing is not a disadvantage. 

It is hardly nece.ssary to say that in obtaining a sample the 
work should be fairly done, no discrimination as against any 
I portion of the lot or mass being allowable. 

There are many other methods of sampling besides those 
' described in the following pages, but the methods as described 
arc standard methods, and are in constant use in many of our 
Ui^e works, having been tried and found reliable. 

For convenience the subject may be considered under the 
following headings : 

t. Ore sampling. 

a. Sampling of metallurgical products. 
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Ore Sampling.^A proper sampling requires adequate 
mixing, impartial selection of the sample, and proper relative 
comminution. 

Tlie different methods may be classified as follows: 

1. Hand sampling. 

2. Combined hand and mechanical sampling. 

3. Mechanical sampling. 

The first two methods may be subdivided into — 
Fractional selection (tenth, fifth, etc., of a shovel). 
Quartering (halving, etc.). 

Split shovel (single, double, etc., scoop; assayer's riffles). 
Channelling (driving one or more channels through a pile; 

driving a scoop or sampling rod through a pile of Bne ore, 
etc.). 

Mechanical sampling may be subdivided into — 

1. Continuous sampling. 

2. Intermittent sampling. j 
A combination of one or more of these methods is freJ 

quenily adopted, as taking every tenth shovel from the car, 
crushing this sample, and reducing it by quartering or split 
shovelling. 

Hand sampling consists of taking a sample by hand, the 
only tools necessary being a hammer, mortar, and buckboard. 
Hand or grab samples arc frequently taken of the ores, fuels, 
slags, etc., at metallurgical works, as a check and control on the 
metallurgical operations. In taking such samples care should 
be exercised to select the proper relative amount of fine and 
coarse material. The coarse is selected by chipping pieces from 
the large lumps. Having obtained the sample, the whole 
should be further broken to the proper size and then reduced 
by quartering, passing over a split shovel or over assayer's 
riffles. The final sample should be ground on the buckboard 
until all will pass through an eighty-mesh sieve. At some 
works the practice is to pass all samples throuf^h a hundred- 
mesh sieve The finer the sample is reduced the better. 
Accurate samples can be taken by hand, but to take an accu- 
rate sample of a large lot of ore in this way would involve an 
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immense amount of labor ; hence the second and third methods 
of sampling. 

COMBINED HAND AND MECHANICAL SAMPLING. 



» 



This method of sampling can be carried on in several ways, 
as illustrated by the above classification, just which method 
will be adopted will depend upon the requirements and the 
facilities in each individual case. Each of the methods gives 
good results, provided the proper precautions are observed. 
Tlie method of fractional selection, followed by comminution 
and then by quartering or split shovelling, is a favorite method 
with many smelting-works, for the following reasons: It is 
desirable that the bulk of the ore as it is unloaded from the 
cars or ore-wagons should pass directly to the smelting beds or 
bins with a minimum amount of handling (most smelting-works 
make no charge for sampling), and also that the bulk of the 
ore should remain in as coarse a condition as is consistent with 
proper sampling. 

This method is as follows: As the ore-cars are unloaded 
every tenth, fifth, third, or second shovelful, taken indiscrimi- 
nately, is thrown into a wheelbarrow as a sample. In case the 
lot contains lumps of ore which are too large for the shovel, 
they should be broken with a sledge-hammer as encountered. 
The proportion which will be taken for a sample will depend 
upon the character of the ore. In the case of a high-grade 
silver or gold ore, ununiform in composition (where the silver 
and gold is unevenly distributed throughout the mas.s), proper 
sampling will require that the whole lot be taken for sampling. 
In the case of low-grade silver or gold ores, uniform in com- 
position, and lead or copper ores, one tenth of the whole will 
generally give a fair sample. In the case of iron ores, other 
than ores which may be classed as silver and gold ores on 
of their silver and gold contents, everj- twentieth or 
|«s may be taken. In the case of the limestone used as Rux 
and the coal and coke, a much .smaller proportion may be taken ■ 
in fact a fair hand sample will generally answer. 
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The portion taken for a sample is removed to the samplings 
works and passed through the crusher. Should the sample 
wci^jli about lo tons, it can now be safely reduced to one ton 
by quartering, except in the case of very higli-grade ores, which 
are ununiforni in composition. In this latter case, or when 
the sample only weighs about one ton, it should be further 
comminuted to chestnut size by passing it through the rolls. 

The sample can be reduced in bulk by any of the methods 
classified above, preference generally being given to quartering 
or split-shovelling. If quartering is chosen, the ore as it comes 
from the crusher or rolls is shovelled into a conical pile on the 
sampling-floor, each shovelful being thrown on the apex of the 
cone. When the cone is completed it is flattened out by com- 
mencing at its apex with a shovel and passing the shovel 
around in the path of a spiral until the whole is so flattened 
that it will be from 6 to 12 inches high, and present the appear- 
ance of a flat cake or pie. The point to be observed here is to 
not disturb the radial distribution of the coarse and fine ore. 
It is now divided into four equal quarters, and two of the 
diagonally opposite quarters removed to one of the bins in the 
sampling-works, where it remains until the lot is sampled and 
settled for. It is convenient to retain an original portion of 
the lot for resampling in case of a dispute between seller and 
buyer on the first sample. The remaining quarters are now 
formed into a conical pile by alternately shovelling from oppo- 
site quarters, each shovelful being thrown on the apex of the 
pile. This cone is flattened and quartered as before, the opera- 
tion being continued until the remaining portion weighs about 
200 pounds, provided the sample has previously been crushed 
to chestnut size. If the ore has not been previously retluced 
lo chestnut size it should be so reduced before quartering down 
to xv> pounds. The 20Cvpound sample should now be further 
comminutcvi by passing it through a small set of rolls set 
ck>sc. it is now further reduced by quartering until it weighs 
about 5 pv^unds. This f-pound sample should now be cried 
vMi a stLi:^^ v^r h.^t-a-r bath, a-^.d when rhoroui^hly dr\* i> still 
:.;;:hc: coiv.inir.uted bypassing ti.rough a coQee-mill gr:adcr. 



Tlic product o( the coffee-mill (about 20-mesh) is now reduced ' 
in bulk oil the assayer's riffle or by quarterinj^ until we have a 
sample weighing from I to 3 pounds. This is now ground on 
tlie buckboard until it will all pass through an So or lOO nKah 
sieve. Tht- fine pulp is then spread upon a piece of rubber oil- 
cloth in a thin layer, and the sample bottks or sacks filled by 
taking portions from all over the pile on the poirit of a steel 
spatula. The bottles are sealed and labelled, the works always 
retaining one sample as an umpire in case of dispute. 

In case the split shovfl is adopted the process is essentially 
tbe same, except that the ore should be crushed to a size finer 
tlian is possible in the crusher before using the split sliovel. 
Tbe following points are to be observed : The largest particles 




should not be wider than one fourth of the width of the scoop 
used: otherwise when they strike the edges of the scoop they 
may fly out. The scoop should be deep enough to render it 
impossible for pieces striking the bottom to fly out. The 
material should be thrown or delivered on the scoop squarely 
and in a wide flat stream. The split shovel may be one tenth 
I as wide as the scoop shovel delivering the ore to it, or any other 
I width which may be desired. The split shovels arc made so as 
[ to lake |J|,, i. i. or any desired amount of the ore dilit'cred to 
I them, as is shown in the drawings. 

The method of obtaining a sample by channelling is par- 
^ ticularly adapted to obtaining a sample of a mine dump or a 
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large pile of ore. It consists in running one or more channels 
or cuts through the pile, taking coarse or fine ns it comes. This 
requires that the contents of the pile should liave been pretty 
thoroughly mixed before clianjielling. K such is not the case 
several cuts or channels slgould be run. After the sample is 
obtained by channelling it should be crushed and cut down as 
described above. Channelling is sometimes adopted in place 
of quartering or split-shovelling after the ore sample has been 
reduced. It answers very well provided the pile is thoroughly 
mixed before channelling each time. Samples of fine ore, such 
as fine concentrates and mill tailings, are frequently obtained by 
driving a scoop or sampling-rod into the pile in several difTerent 
places. The sampling-rod consists of a long steel rod with a 
semicircular depression in one side, being similar to the samp- 
ling rod used by sugar-samplers. 

MECHANICAL SAMPLINa H 

A large number of different devices for obtaining samples 
mechanically have been invented. These all depend upon 
taking the sample from a stream of falling ore, a fractional por- 
tion being taken (or the sample. The process may be contin- 
uous or intermittent. The main objections to all automatic 
samplers are: The difficulty of getting at the apparatus and 
cleaning it out after each lot is run through. This is a serious 
difficulty with some o( the devices, as it will not do to run a 
low-gr.ide galena, Xaw tn silver, through the apparatus which 
has just previously sampled a high-grade silver or gold ore, 
unless the apparatus has been previously thoroughly cleaned. 
Another objection is that the ore is not in full \-iew during all 
stages of the process. Another objection amongst smelters is 
that it requires the whole sample to be crushed to a certain 
degree of fineness before it is run through the sampler. How- 
ever, with proi>cT care automatic samplers give good results, 
aiid have the great advantage that the work is done mechani- 
cally and indiscfitninatcly. The general scheme with the con- 
tinuous samplers is as follows : The ore is (ed into a cruslier. 
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from which it passes through rolls. It Is then elevated mechani- 
cally to a bin, from wliich it falls into a long vertical chute, 
where it is again mixed by rods or points in the chute. At a 
suitable point in the chute some device is introduced to talie 
out a fractional portion of the falling stream. The fractional 
portion is frequently passed through a second set of rolls placed 
so as to crush finer than the first set, and again through some 
device, similar to the above, which takes out a fractional por- 
passed through a coffee-mill, bucked. 
This process requires that the ore 
re it is run through the mill. This 
method is a favorite one with some smellers for sampling low- 
grade sulphide ores and mattes which are roasted previous to 
smelting. In this case tlie fineness of the ore is no objection, 
as the ore would have to be reduced to a certain degree of 
fineness before roasting. 

Intermittent samplers take a portion of the ore, fractional 
or otherwise, at intervals. The time between these intervals 
may be controlled mechanically, so that the intervals will be of 
equal duration. Many devices, such as intercepting-buckets, 
which intercept certain quantities at stated intervals, have been 
invented, 

A modification of the method of taking a fractional portion 
from a continuous stream of falling ore has lately been intro- 
duced by The Denver Public Sampling Works which presents 
some advantages. The method as practised by these works is 
essentially as follows; All of the lot, or such fractional portion 
•IS is deemed necessary, is passed through the crusher and rolls. 
Krom the rolls it is raised to the upper floor of tiie milt by an 
elevator, which discharges into an iron hopper which is above 
the floor level and easily accessible for inspection and cleaning. 
This hopper is shown in Fig. 3. 

The bottom of the hopper is connected with a vertical 
chule about 18 inches long, which is closed by a slide-gate {a). 
At the bottom of the chute is a sheet-iron chute {b) which 
diverts a portion of the ore to one side when the gate {a) is 
opened. Penetrating through this chute is a trough (c) similar 
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to the scoop of a split shovel, the width of this trough being 
one tenth of the width of the chute. When the gate {(i) is 
opened nine tenths of the ore is diverted to one side by the 
chute [b) into a car or wheelbarrow, and one tenth (the sample) 
to the opposite side by the trough (c). This sample is then 
reduced in bulk by split-shovelling to about 200 pounds, which 
is passed through a small set of rolls,'after which it is reduced 



a 
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by the assayer's riffle, and is finally ground in the coffee-mill, 
bucked, etc, as before. 

Many devices for the taking of intermittent samples, such 
as intercepting-buckets, which intercept certain quantities at 
stated times, have been invented. One of the best of the 
automatic samplers is that devised by D. W. Brunton, of Aspen, 
Colo.,* which is shown in Fig. 4. This device, in place of 
taking out a portion of the falling stream of ore, diverts the 
whole stream during certain intervals. These intervals may be 
regulated, as required, so as to obtain 10, 20, etc., per cent of 
the ore for a sample by a simple device. As the stream of 
ore is neither split nor divided, fine crushing on large samples 
is entirely unnecessar\'. After the ore has been crushed it is 
elevated a few feet above the level of the storage-bins and 
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discliargcd into the sampler, Fil;. 4, in wliich C is a vertical 

or inclijied cliuto, coiuaining 

the fdlling stream of ore. !• 

is a (unncl for narrowing tlic 

wUlth of the falling stream, so 

as (o reduce to a minimum tlic- 

nccessarj' travel of the dcflect- 

ing-chute A, This cliute A is 

pivoted upon a rock-shaft. 

Wlicn it is deflected to the n'slit a 

the entire stream of ore ia | e 

thrown into £, and wlien it is 

deflected to llie left the entire 

strcjim is thrown into D. The 

driving-bar /receives its motion 

from the pins L in the face of the 

driving-wheel //, which is driven *'" 

bv the pulley G. The face of the wheel // i 

tU'O rows of holes. c!ic distance between the 

the same as the necessary movement of tlie c 

Iiulcs are inserted a number of pins L litld in plai 

on the interior of the whct:l-face. Preferably , 

botcd in each row, each hnle or pin rifpreseniing 5 per cent 

of the time necessary for a complete revolution of the 

wheel. 

Now, if 50 per cent of the pins are placed in the right-hand 
row of holes, and 50 per cent in the left-hand row. then the 
revolution of the wheel N carrying the pins L through the 
guides jViV on the driving-bar /will hold the deflecting-chute 
A on the right during one half revolution and on the left 
during the other half, thus dividing the stream into two equal 
portions. If 20 per cent of the pins are placed in the right- 
hand row and So per cent in the left, then the deflecting-chute 
A will be held on the right during one fifth of a revolution and 
on the left during four fifths, thus throwing 20 per cent of the 
ore into spout /: and 80 per cent into spout D, etc. The ore 

log into £ passes into the storage-bins, whilst the ore falling 
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into D is discharged through a spout into a set of rolls situated 
on tlie same level as the bieaUer. 

After being fine-crushed by tlie rolls, the sample is raised 
by an elevator to the same level as at first, and drops through 
a second divider, similar to the first, set to any desired amount 
per cent. 

The rejected ore falls into the bin with the ore from which 
it was first separated, and the final sample drops into a closed 
and locked bin on the working floor below. 

All of these devices require thorough cleaning after each 
lot is run tlirough and after one lot is finished. Before com- 
mencing on a new lot it is best to run through some of the new 
lot (this portion, not to be mixed with the sample) in order to 
thoroughly cleanse the apparatus. 

In handling wet or frozen ore it can generally be cut down 
to about one ton before drying. At this point it is best to dry 
the sample before proceeding further. Before grinding in the 
coffee-mill the sample should be thoroughly dried, the oven 
of an ordinary cook-stove being a very satisfactory piece of 
apparatus for this purpose. 

Dr. S. A. Reed, in The Sc/tool of Mines Quarterly, Vol. VI, 
No. 4, discusses the subject of ore-sampling mathematicallj^i 
and deduces some interesting formulx. 



SAMPLING OF METALLURGICAL PRODUCTS. 



Pig-copper is usually sampled by drilling tlirough the pij^ 
from lop to bottom- The top and bottom drillings being a 
mixture of slag and oxides come out as a powder, whilst the 
inside being malleable comes out in the form of strings. A 
good plan is to put the drillings in a glass bottle and then 
operate upon the strings with a pair of scissors until the large 
drillings are ail chopped up fine, then quarter. 

Pig-iron is usually sampled by drilling through the pigs. 
Steel is sHmpled by drilling the sample bars or plates. 

Base Bullion.— Base or silver-lead bullion, if pure, would 
In: an alloy of lead with small quantities of silver and gold. 






However, it is seldom pure, and may contain copper, zinc, bis- 
tnuth, arsenic, antimony, sulphur, etc. 

In many of our smelt ing-ivorks the custom is to ladle directly 
r irom the lead-well of tlie blast-furnace into the bullion mould. 
w If this method is adopted the resulting bars of bullion will nec- 
I «ssarily contain nearly alt the Impurities of the lead. At some 
' works the practice is to tap the lead-well, or ladle ofl the lead 
into a cooling kettle. This kettle is of cast-iron, heated under- 
neath by a coal fire, and capable of holding from 600 to i2cx> 
pounds of lead. When the cooling pot is used the following is 
the method of procedure ; From 500 to looo pounds of lead is 
tapped or ladled into the cooling pot, which has previously 
been heated, and is kept at a proper temperature by the char- 
coal fire underneath the kettle. The bullion in the kettle is 
stirred and skimmed, the skimmings being returned to the 
blast-furnace, together with the ore charge. This is by far 
the best method of casting, as considerable of the dross of the 
bullion is removed, and the bars are cleaner and more uniform. 
The bullion is cast in moulds of such size that the resulting 
bars of bullion will weigh about loo pounds. 

It is a well-known fact that if an alloy of lead, silver, and 
gold be cast into a bar the different parts of the bar, owing to 
tlic sudden chilling, will contain different proportions of silver 
and gold. 

This (act is illustrated by the " Pattison Proces.s " of de- 
silverization. If the alloy contains zinc, copper, sulphur, etc. 
(any or all of which most bullion contains), the percentage of 
silver and gold in different parts of the bar will vary to a much 
greater extent than in the previous case. The method of 
"line desilverization " is a partial illustration of this fact. 
[These facts render the sampling of the bullion a difficult mat- 
I'tcr if it is at all rich in .'silver or gold. 

The method of sampling as described below has been 
f adopted by many of the large smelting and refining works of 
, the United States, and it is believed that it obviates most of 
^thc difficulties hcrclofore experienced by smelters and re- 
finers in arrivmg at a correct b~ample of the lot of bullion. 
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The pigs of bullion in series of five are weighed by the 
sampler, the weight being noted and the lot number being 
stamped on each pig as shown in Fig. 5. The pigs are 
unloaded on the sampling platform, as shown in Fig. 5, 

The samples are taken by meams of a steel punch similar 
to a bell punch, but larger, shown in Fig, 6. This punch is 
about 14 inches long, and is made of i-inch to ij.incli steel, so 
arranged that when driven into the bar of bullion it will take 
out a core about \ inch in diameter and in length equal to half 
the thickness of the bar of bullion. The head-sampler usually 
holds and directs the punch whilst his assistant strikes it with 
a sledge. In order to insure a unifonn sample it is essential 
that the punch should be driven half through the bar in each 
case, so that the length of the core should be equal to half the 
thickness o( ihe bar. The samples are taken from each pig at 
(J, b, c, d, aiid e. The pigs are then turned over, and five 




samples taken from the bottom side of each pig in the reverse 
order, as shown at f,g,e. h, and/ At some works it i> the 
custom to dip the punch in oil, in order to make it drive easier. 
This practice is to be condemned, as dipping in water answers 
the same purpose, and oil greases the cores so that they are 
ikc up any dirt or particles of dust (which are always 
t smelUau-works), which are liable to affect the 
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Dil also makes a bad scum and has a tendency to 
aRect the sample in melting. 

A car-load of bullion generally contains 280 pigs. When 
the sampling of the tot is linished the 560 cores are taken to 
assay office for melting and assay. 

The cores are melted in a clean graphite crucible, which 
should not be more than two-thirds full when the sample is 
melted down. The melting should be carefully conilucted, 
the temperature being gradually raised. It is essential that 
the temperature should be sufficiently high at the last, so that 
the mass will be perfectly fluid : but, on the other hand, the 
temperature should not be raised to <;uch a point that the lead 
will cupel or scorify, as tlii.s would result in the loss of lead, 
d consequent enrichment of the sample in silver and gold. 
When the sample is melted and perfectly fluid, the crucible 
removed from the furnace, its contents thoroughly stirred 
^«ith a clean iron rod, and poured into an iron mould. The 
mould should be of such a size that the resulting bar will be 
about 10 inches long, 3^ inches wide, and f inch thick. The 
Isample should not be skimmed before pouring, as, if the melt- 
conducted at the proper temperature and not unduly 
prolonged, very little dross will rise upon the surface of the 
lead. When Cool, the bar is removed from the mould and 
four samples cut from it for assay, as shown in Fig. 7, The 
sample bar is stamped witli the lot number of the bulliou, and 
'retained until the lot is settled for. 

In the case of very rich and extremely impure bullion the 
following method may be necessary, although in several years 
^experience the author has only had occasion to use this jnethod 
a few times. 

Sftcial Metlwd. — When a large amount of dross is formed 
it •ihould be removed by skimming with a perforated skimmer, 
allowing the lead to drain back into the crucible. Place all- 
the dross in an iron sample pan and reserve. Now pour the 
clcJin lead into the mould, and when cool remove the bar and 
Weigh it. After weighing, sample the bar by taking four 
samples, as shown above. 
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Weigh the dross, and, after weighing, break it up on the 
bucliiiig-board and thoroughly sample it, taking four samples 
of i A. T. each, for assay. (For the assay and calculation, see 
Chapter 1, Part III.) 

Slags.^Lead and copper furnace slags may be sampled by 
any of the following methods : 

First. After the slag pot is removed from the furnace it is 
allowed to cool until a thin cru^t form<; on the top of the slag. 
The crust is broker, and removed with a bar, Tlie end of a 
clean steel bar about one inch in diameter is then plunged into 
the hot slag to a depth of about three inches and in a few sec- 
onds withdrawn, and the end of the bar with the thin coating 
of slag adhering to it is plunged into water to cool or chill the 
slag quickly. The sample should be brittle and vitreous 
throughout. If not brittle and vitreous it should be rejected. 
Samples may be tftken as frequently as desired, the separate 
samples being bucked down together and passed through a 
lOO-mesh sieve. 

Second. Some works prefer to take the samples in a small 
ladle as the slag runs from the spout of the furnace. These 
samples are usually taken at stated intervals, and Just after the 
furnace has been lapped for matte. They may be poured 
into water from the ladle, in order to make them vitreous and 
granulated, which facilitates the subsequent pulverization. 

TMrd. Some works prefer to take the sample from the 
cold cones of slag on the dump. The samples should be taken 
from the centre and above tht matte, and about a third way 
from the edge towards the centre. These samples are taken 
with a small hammer, after breaking the cone up with a 
sledge. 

The first method presents many advantages, as it lessens 
the labor required in pulverizing the sample, and also — at least 
in the case of lead and copper slags — ^converts the slag into a 
torm which is soluble in acids.* 

Silver Bullion.— If the silver is remelted before casting 
into bars, one of the following methods may be adopted : 
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First. Just before f 
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. the contents of tlie crucible are 
thoroughly stirred with an iron rod. Tlie sample is now taken 
from the centre of the crucible by means of a sampling-cup, 
wbicli consists of a small steel cup provided with a cover which 
fits tight when inserted in the cup, The cup and cover are 
provided with long iron handles. Before using, the cup and 
cover should be heated. The cover is now put on the cup and 
the apparatus inserted into the centre of tiie molten silver. 
The cover is now withdrawn and the cup allowed to fill with 
silver, when the cover is replaced by means of the handle, the 
apparatus removed from the crucible, and the silver which the 
cup contains poured into water in order to granulate it. 

Second. Just after commencing to pour the silver out of 
the crucible into the moulds some of the silver is caught in a 
small ladle. This operation is repealed when about half the 
silver has been poured, and again when nearly all has been 
poured ouL Each of the samples is granulated in water. 

This method of sampling also answers where the silver is 
tapped directly from the cupel furnace into the moulds, a 
sample being taken just after the silver begins to run, another 
when about one half has run out, and a third just before all 
the silver has run out. 

These are about the only methods which are to be recom- 
mended. The taking of a sample from the ends or corners of 
the bar by chipping will not give a fair sample unless ihc sil- 
ver is very pure, nearly looo fine. If the silver has copper or 
other base metal alloyed with it. different portions of the bar 
will vary considerably in their composition. 

Gold Bullion. — The weighed gold is melted in a graphite 
crucible with suitable fluxes, the slag skimmed of!, after which 
il is thoroughly mixed by stirring and poured into a mould. 
Samples arc now cut from the top and bottom of the bar. 
These samples should agree in fineness if the work of melting 
has been well done. In the U. S. mints and assay offices the 
practice is to weigh before and after melting, the difference in 
:ported as the loss in melting. 
Tiey can be sampled in the same manner as ore. 



A A1AXUAL OF PRACtlCAL ASSAYING. 



Automatic h»mp]ing ax\f>\ 



s very well, as the matte has to be ' 



finely tjulvcrizfd prior to roastin(r. 

Flue Duat. — Siiuipleil the same as ore. As it is mostly in 
(1 fine Hiiitc, llie lakiiiij of every tenth shovelful as a sample, 
whtii uleiuiiiii; out the ilues, answers very well. 

Concentrates. — Concentrates from milling operations arc 
sampled in the Mame manner as ore. Being in a finely pulver- 
Izetl -State, they present no difficulties. 

Tailings. — Tailings from milling operations may be 
•amplcd ihc same as concentrates i( there is a pile or heap. 
When the tailings arc allowed to run into a neighburing 
Mtrcam siimplcs should be taken from the tail box at intervals. 
An auiomatic device may be arranged for this purpose. 

Silver Precipitate. —The precipitated silver from a leach- 
ing works consists of sulphide of silver mixed with impurities, 
principally sulphides. To obtain a correct sample of this 
material, which runs from 4000 to 14.000 ounces of silver per 
ton, is a difficult matter, Thi- following method answers very 
well, if carefully carried out : Spread the material upon a dcao 
iron floor and divide into a number of squares about one loot 
M|uaTc. From each square take five samples, putting all these 
kamples in a pile. The pile should be thomugblj' mixed, and 
then ttiiread out and reduced as before The final sample, of 
atH^ul five pounds, should be pulverized in (be coffct:-tnilI and 
still further reduced, the (inid sample being bucked on a buck* 
iiigboard until it will all pass through an So- or loo-mcslt 
sieve. 
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CHAPTER III. 
PRELIMINARY EXAMINATION. 

All material submitted to the assayer for analysis should 
first undergo a preliminary examination, to determine its char- 
acter and principal constituents. A little time spent in this 
manner will frequently result in a great saving of time in the i 
subsequent analysis. If tlie character of tlie material is not i 
understood a wrong method of analysis may be adopted, or 3 
substance may be analyzed for some constituent vvliich is pres- 
ent in such small quantities that its deCeimination is unnece^ { 
sar)'. Sometimes this preliminary examination is unnecessary, | 
as when a substance for analysis is submitted with a statement 
of its character and the constituents required to be deter- 
mined. It frequently happens that the assayer receives a | 
substance with the request that its chief constituents be deter- 
mined, in which case a few qualitative tests will generally be a 
sufficient guide. !n the case of an ore in lump form, the I 
assayer will be able to determine its chief constituents by an 
eye examination and, possibly, a few tests u'ith the blowpipe. 

In most of our metallurgical works the assayer generally 
receives the sample for assay already pulverized. In tliis case 
the chief constituents and the character of the material can 
generally be determined readily by treating the sample as fol- 
lows: Place about half a gramme of tlie sample on a large 
watch-glass, and van with a little water, by rotating and gently 
tapping the edge of the glass, so as to separate the lighter 
from the heavier particles. After thus separating the par- 
ticles, an examination with thL- aid of a magnifyinj; -glass will 
show the principal mineral constituents and their approximate 
amounts. The author has found this an invaluable aid la 
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determtning what the sample i^hould be analyzed for, and also 
tlie meiliod o( analysis to be pursued. For example, tlie pulver- 
ized sample may sliow the ore to be oxidized, but upon van- 
ning it will be found to contain small particles of sulphides. 

For the preliminary testing of ores and furnaci; products 
and the testing of buttons and precipitates the blowpipe is 
extremely valuable. Any intelligent as-i^ayer, with a little 
practice, can become sufficiently familiar with the ordiiiary 
blowpipe tests. 

The following list of blowpipe tests is taken from an article 
by Prof. A. J. Moses,* and gives all of the tests necessary for 
the preliminary examination, by means of the blowpipe, of 
ores, metallurgical products, etc. 



BLOWPIPE TESTS. 

The details in ordinary manipulations, such as obtaining 
beads, flames, coatings, and sublimates, are omitted, and the 
results alone stated. Unusual manipulations are described. 
The bead tests are supposed to be obtained with oxides; the 
other tests are in general true of all compounds not expressly 
excluded. The course to be followed in the case of interfering 
elements is briefly stated. 



Aluminium, Al. 

With Soda. — Swells and forms an infusible compound. 

With Borax or S. Ph. — Clear or cloudy, never opaque. 

With Cobalt Solution. — Fine blue when cold. (Certain 
phosphates, borates, and fusible silicates become blue in ab- 
sence of alumina.) 

Ammonia, NH,. 
In Closed yw^r-.^Evolution of gas with the characteristic 
odor. Soda or lime assists the reaction. The gas turns red 
litmus-paper blue, and forms white clouds with HCl vapor. 

* Summary of Useful Tcsu with the Blowpipe. School of Minei Qua 
irrly, Vul. XI. No. l. 
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Antimony, Sb. 



On Coal, R. F. — Volatile white coat, bluish in thin layers, 
continues to form afler cessation of blast. (This coat may be 
(urtlier tested by S. Pli. or flame.) 

Wilh Bismuth Flux :■ — On Plaster. — Orange-red coat, made 
, orange by (NH,),S. 

On Coal. — Faint yellow or red coat. 

In Open Tube, — Dense, white, non-volatile, amorphous sub- 
f Umate. The sulphide, too rapidly heated, will yield spots of 
red. 

/« Closed Tube. — The oxide will yield a white fusible subli- 
mate of needle crystals; the sulphide, a black sublimate, red 
when cold. 

Flame. — Pale yellow-green, 

With S. PA. — Dissolved by O. F., and treated on coal wit4i 
tin in R. F. becomes gray to black. 
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Inltrfering Elements. 

Arsenic. — Remove by gentle O. F. on coal. 

Arsenic with Sulphur. — Remove by gently heating inclosed 
tube. 

Copper. — The S. Ph. bead with tin in R. F. may be momen- 
tarily red, but will blacken. 

Lead or Bismuth.—Kclztdi formation of their coats by inter- 
mittent blast, or by boracic acid. Confirm coat by flame, not 
by S Ph. 

Arsenic, As. 

On Smoked Plaster. — White coat of octahedral crystals. 

On Coal. — Very volatile white coat and strong garlic odor. 
The oxide and sulphide should be mixed with soda. 

WitA Bismuth Flux :— On /ynj/^r.— Redd isli-o range coat, 
made yellow by (NH.l.S. 

On Tort/.— Faint-yellow cont. 

In Open Tube. — White sublimate of octahedral crystals. 
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:d or yellotf^^ 



Too high heat may form brown suboxide or red i 
sulpi)i(lc. 

In Closed Tube. — May obtain white oxide, yellow or red 
sulphide, or black mirror of metal. 

Flame. — Pale azure-btue. 



Interfering Elements, 

Antimony. — Heat in closed tube with soda and charcoal, 
treat resulting raiiror in O. F. for odor. 

Cobalt or Nickel. — Fuse hi O. F. with lead and recognize by 
odor. 

Sulphur. — (a) Red to yellow sublimate of sulphide of arsenic 
in closed tube. 

{b) Odor when fused with soda on coaL H 

Barium, Ba. 

On Coal, -with Soda. — Fuses and sinks into the coaL 
F/flOTc— Yellowish green, improved by moistening with 

HCI. 

With Borax or S. Ph. — Clear and colorless ; can be flamed 

opaque white. 

Bismuth, Bi. 

On Coal. — In either flame is reduced to brittle metal and 
yields a volatile coat, dark orange-yellow hot, lemon-yellow 
cold, with yellowish-wliitc border. 

With Bismuth Flux (sulphur, 2 parts; potassic iodide, i 
part; potassic bisulpliate, l part): — On Plaster. — Bright-scarlet 
coat surrounded by chocolate-brown with sometimes a reddi;^h 
border. The brown may be made red by ammonia. (May be 
obtained by heating S, Ph. on the assay.) 

On Coal — Bright-red coat with sometimes an inner fringe 
of yellow. 

With S. PA.— Dissolved by O. F. and treated on coal with 
tin in R. F. is colorless hot, but blackish gray and opaque cold. 
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Interfering EUmenlS. 
Antimony. — Treat on coal with boracic acid, and treat the 
resulting slag on plaster with bismuth flux. 
Lead. — Dissolve coat in S. Ph., as above. 

Boron, B. 

All borates Intumesce and (use to a bead. 

Flame. — Yellowish green. May be assisted by: (d) Moisten* 
ing with H,SO, ; {p) Mixing to paste with water, and boracic- 
acid flux (4J parts KHSO, , 1 part CaF,) ; (c) By mixing to 
paste with H,SO, and NH.F. 

Bromine, Br. 

With S. Ph.. saturated with C«t>.— Treated at tip of blue 
flame, the bead will be surrounded by greenish-blue flame. 
In Matrass with KHSO,. — Brown, choking vapor. 

Interfering Elements. 
Silver. — The bromine melts in KHSO, and forms a blood* 
red globule, which cools yellow and becomes green in the 
sunlight. 

Cadmium, Cd. 

On Coal. R. F. — Dark-brown coat, greenish yellow in thin 
layers. Beyond the coat, at first part of operation, the coal 
shows 3 variegated tarnish. 

On Smoked Plaster with Bismuth Flux. — White coat made 
oningc by (NH.),5. 

With Borax or S. Ph. — O. F. Clear yellow hot, colorless 
cold ; can be flamed milk-white. The hot bead touched to 
Na,S,0, becomes yellow. 

R. F. Becomes slowly colorless. 



Interfering Elements. 
Lead, Bismuth, Zinc — Collect the coat, mix with charcoal 
dust, and lieat gently in a closed tube. Cadmium will yield 
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either a reddish -brown ring or a metalUc mirror, 
collecting coat treat it with O. F. to remove arsenic. 

Calcium, Ca. 

On Coal, with Soda. — Insoluble, and not absorbed by tl 
coaL 

Flame. — Yellowish red, improved by moistening with 

With Borax or S. Ph. — Clear and colorless, can be flamed 
opaque. 

Carbonic Acid, CO,. 

With Nitric Acid. — Heat with water and then with dilute 
acid; CO, will be set free with effervescence. The escaping 
gas will render lime-water turbid. 

With Borax or S. /'A.— After the flux has been fused to a 
clear bead, the addition of a. carbonate will cause effervescence 
during further fusion. 

Chlorine, CI. 

With S, Ph., saturated with CiiO. — Treated at tip of blue 
flame the bead will be surrounded by an intense azure-blue 
flame. 

On Coal, with CuO. — Grind with a drop of H,SO, , spread 
the paste oii coal, dry gently in O. F., and treat with blue 
flame, which will be colored greenish blue and then azure-blue. 

Chromium, Cr. 

With Borax or S. Pk.—0. F. Reddish hot, fine yellow greei 
cold. 

R. F. In borax, green hot and cold. In 5. Ph. red hotj 
green cold. 

With Soda. — O. F. Dark yellow hot, opaque and light yelloi 
cold. 

R. F. Opaque and yellowish green cold. 

InterfeTing E if merits. 
Manganese. — The soda bead in O. F. will be bright yellowisi 
green. 



% 



PXEUMINARY EXAMINATION. 27 

Cobalt, Co. 

On Coat, R. F. — The oxide becomes magnetic metal. The 
solution ill HCl will be rose-red, but on evaporation will be 
blue. 

With Borax or S. Ph. — Pure blue in either flame. 



Interfering Element i. 
—Roast and scorify with \ 
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successive additions of 
borax. I here may be, in order given: Yellow (iron), green 
(iron and cobalt), blue (cobalt), reddish brown (nickel), green 
(nickel and copper), blue (copper). 

Copper and other Elements ivliick Color Strongly. — Fuse with 
borax and lead on coal in R. F, The borax on platinum wire 
in O. F. will show the cobalt, except when obscured by much 
iron or chromium. 

Iron, Niekel, or Chromium. — Fuse in R. F. with a little 
lOctallic arsenic, then treat as an arsenide. 

Sulphur or Selenium. — Roast and scorify with borax, as 
before described. 

Copper, Cu. 

Oh Coed, R. F. — Formation of red metallic metal, 

Plaiiie. — Emerald-green or azure-blue, according to com- 
pound. The azure -blue flame may be obtained (sulphur, 
selenium, and arsenic should be removed by roasting; lead 
ncccsfiitates a gentle heal) — 

(a) By moistening with HCl or aqua regia, drying gently tn 
O. F , and heating strongly in R. F, : 

(^) By saturating S. I'h. bead with substance, adding com- 
mon salt, and treating with blue flame. 

With Borax or S. Pli.—O. F. Green hot. blue or greenish 
blue cold. (By repeated slow oxidation and reduction, a borax 
bead becomes ruby-red.) 

R. F. Greenish or colorless hot, opaque and brownish red 
cold. With tin on coal this reaction is more delicate. 
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Interfering Elements. 

General Method. — Roast thorouglily, treat with borax on 
coal in strong K. F. (oxides, sulphides, sulphates, are best 
reduced by a mixture of soda and borax), and — 

If Button harms. — Separate tlie button from the slag, re- 
move any lead from it by O, F., and make either S. Fh. or 
flame test upon residual button. 

If No Viiible Button Forms. — Add test lead to the borax 
fusion, continue the reduction, separate the button, and treat 
as in next test (lead alloy). 

Leiui or Bismuth Alloys. — Treat with frequently changed 
boracic acid in strong R. F., noting the appearance of slag and 
residual button. 

Trace. — A red spot in the slag. 

Over One Per Cent. — The residual button will be bluish 
green ; when melted will dissolve in the slag and color it red 
upon application of the O. F., or may be removed from the 
slag and be submitted to either the S. Ph. or the flame test. 

Fluorine, F. 

Etching Test. — If fluorine be released it will corrode glass 
in cloudy patches, and in pre^^ence of silica there will be a 
deposit on the glass. According to the refractoriness of the 
compound the fluorine may be released — 

{a) In closed tube by heat ; 

\f>\ In closed tube by heat and KHSO. ; 

{c\ In open tube by lieat and glass of S. Ph. 

Witk Cone. H,SO. anJ SiO,.—U heated, and the fumes 
condensed by a drop of water upon a piatinum wire, a film of 
silicic acid will form upon the water. ^J 

Iodine, I. ^\ 

H7r4 5. n.. saturated wtik CnO.—Tnut^ at the tip of the 
blue flame, the bead is sunxMiiidcd by an intense emerald^recn 
fluiic 
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lit Matrass with KHSO,. — Violet, choking vapor and broun 
sublimate. 

/// Open Tube, zvit/i equal parts Bismuth Oxide, Sulphur, 
and Soeia. — A bnck red sublimate. 

WilA Starch Paper. — Tlie vapor turns the paper dark purple 

Interfering EUments. 

Silver. — The iodide melts in KHSO, to a dark-red globule, 
yellow on cooling, and unchanged by sunlight. 

Iron, Fe. 

Oh Coal. — R. F. Many compounds become magnetic. 
Soda assists the reaction. 

With Borax. — O. F. Yellow to red hot, colorless to yellow 
cold. (A slight yellow color can only be attributed to iron 
when there is no decided color produced by either flame lit 
highly-charged beads o( borax and S. Ph.) 

R. F. Bottle-green. With tin on coal, violet-green. 

With S. l'h.—0. F. Yellow to red hot, greenish when cool- 
ing. Colorless lo yellow cold. 

R. F. Red hot and cold, greenish while cooling. 
'StiUe of the Iron. — A borax-blue bead from CuO is made 
red by FeO ind greenish by Fe,0,. 

Interfering Elements. 

CA'Omiiint. — Fuse with nitrate and carbonate of soda on 
I platinum, dissolve in water, and test residue for iron, 

Cobalt. — By dilution the blue o( cobalt in borax may often 
I be lo^t before the yellow of iron. 

Copper. — Miy be removed from bora.v bead by fusion with 
I lead on co.il iii R. F. 

Manganese — («) May be faded from borax bead by treat. 
|meni witli tin on coal in R. F.; 

(*j Miiy be faded from S. Ph. bead by R. F. 

ATfA-/— May be faded from borax bead by R. F. 
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Tungsten or Titanium. — The S. Ph. bead in R. F. will be 
reddinh brown instead of blue or violet. 

Uranium. — As with chromium. 

Alloys, Sulphides, Arsftiides, etc. — Roast, treat with borax 
on coal in K. F., then treat borax in R. F. to remove reducible 
meUls. 

Lead, Pb. 

On Coal. — In either flame is reduced to malleable metal, 
and yields near the assay a dark lemon-yellow coat, sulphur- 
yellow cold, and bluish white nt border. (The phosphate 
yiirld-t no coat without the aid of a flux ) 

Wtlh Bismuth Flux: — On Plaster, — Chrome-yellow coat» 
blackened by (Nn.).S. 

Oh Coal. — Volatile yellow coat, darker hot. 

Flame. — Axure-bluc. 

With Borax or S. Ph.—O. F. Yellow hot. colorless col 
Flames opaque yellow. 

R. F. Borax bead becomes clear, S.Ph. bead cloudy. 

iHter/erittg Elements. 

Antimony. — Treat on coal with boracic acid, and treat the 
resulting slag on plaster with bismuth flux. 

Arsenie Sulfikiiir. — Remove by gentle O. F. 

Catfniinm.—Kcmovc by R. F. 

fiismntA. — Usually the bismuth-flux tests on plaster are 
tufficient. In addition the lead coat should color the R. F. 
blue. 

Lithium, Li. 

fhmit. — Crimson, best obtained by gently heating near the 
wick. 



1 



Inter/erimg Elements. 



,SmA'j>m.— <a) U!« a gentle ll.ime and heat near the wkk; 
(i) Fuse OD platinum wire niili turic chlonde in O. F. The 
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6aTne will be first strong yellow, then green, and, lastly. 
crimson. 

CaktMtH or Slrontiutn. — As these elements do not color the 
Bame in the presence of baric chloride, the above test will 
answer. 

Silucn. — Make into a paste with boracic-acid flux and 
water, and fuse in the blue flame. Just alter the flux (uses the 
red flame will appear. 

Magnesium, Mg. 

On Coal, wiih Soda. — Insoluble, and not absorbed by the 
coal. 

With Borax or S. Ph. — Clear and colorless; can be flamed 
opaque-white. 

With Cobalt Solution. — Strongly heated, becomes a pale- 
flesh color. (With silicates this action is of use only in tlio 
absence of coloring oxides. The phosphate, arsenate, and 
borate become violet- red.) 

Manganese, Mn. 

With Borax or S. Ph. — O. F. Amethystine hot, reddens on 
cooling. With much, is black and opaque. (The colors are 
more intense with borax than with S. Ph.) If a hot bead is 
touched to a crystal of sodic nitrate an amethystine or rose- 
colored froth is formed, 

R. F. Colorless or with black spots. 

With Soda. — O. F. Bluish green and opaque when cold. 
Sodic nitrate assists the reaction. 

Interfering Elements. 

Chromium. — The soda bead in O. F. will be bright 
Uh green instead of bluish green, 
Silicon. — Dissolve in borax, tli 






1 make soda fusion. 
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Mercury, Hg. 

With Bismuth Flux .-—On /"irj/fr .—Volatile yellow and 
scarlet coat. If too strongly heated the coat is black and 
yellow. 

On Coal. — Faint<yeIIow coat at a distance. 

In Matrass, -with Dry Soda or with Litharge. — Mirror-like 
sublimate, which may be collected in globules. (Gold-leaf is 
whitened by the slightest trace of vapor of mercury.) 



Molybdenum, Mo. 

. F. A coat yellowish hot, 



hite cold ; crystal^ 
rned in part deep blue, in part dark 



Ok Coal.—O. 
line near assay. 

R. F, The coat 
coppcr-rcd. 

flamr. — Yellowish green. ■ 

With Bornx.—O. F. Yellow hot, colorless cold. I 

R. F. Brown to black and opaque. 

With S. Fh. — O. F. Yellowish green hot, colorless cold. 
(Crushed between damp unglazed paper becomes red, brown, 
purple, or blue, according to amount present.) 

R. F. Ernerald-grcen. 

Dilute {\\ HCl Solutions.— \.\ insoluble, the substance may 
first be fused with S. Ph. in O. F. Then, if dissolved in the 
acid and heated with metallic tin, zinc, or copper, the solutions 
will be successively blue, green, and brown. If the S.Ph. bead 
lias been treated in R. F. the solution will become brown. 



Nickel, NJ. 

On Coat, R. F. — The oxide becomes magnetic. 

With Borax. — O. F. Violet hot, pale reddish brown cold. 

R. F. Cloudy, and fin;illy clear and colorless. 

With S. Pk.—Q. F. Red hot, yellow cold. 

R. F. Red bot, yellow cold. On coal with tin becomes 
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Interfering Elements. 

Gtneral Method. — Saturate two or three borax beads with 
roasted substance, and treat on coal with strong R. F. IE a 
visible button results, separate it from the borax and treat 
with S. Fh. in the O. F.. replacing tiie S. Ph. when a color is 
obtained. If no visible button results, add either a small gold 
button or a few grains of test-lead. Continue the reduction, 
and — 

With Gold, — Treat the gold alloy on coal with S. Ph. in 
strong O. F. 

Wtth Lead. — Scorify button with boracic acid to small size, 
complete the removal of lead by O. F. on coal, and treat 
residual button with S. Ph. in O. F. 

Arsenic.— Kod&X^ thoroughly, treat with borax in R. F. as 
long as it shows color, treat residual button with S. Ph. in 
O. F. 

Allays. — Roast and melt with frequently changed borax in 
R. P., adding a little lead if infusible. When the borax is no 
longer colored, treat the residual button with S. Ph. in O. F: 

Nitric Acid, HNO.. 
/« Matrass with KffSO, , or i« Closed Tube with Litharge. 
— Brown fumes with characteristic odor. The fumes will turn 
ferrous-sulphate paper brown. 

Phosphorus, P. 

Flame. — Greenish blue, momentary. Improved by cone. 
H.SO.. 

Jh Closed Tube with Dry Soda and Magnesium. — The soda 
md substance are mixed in equal parts and dried, and made 
to cover the magnesium. Upon strongly heating there will be 
a vivid incandescence, and the resulting mass, crushed and 
moistened, will yield the odor of phosphuretted hydrogen. 

Potassium, K. 
■Violet, except borates and phosphates. 
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InterfertHg EUmtnts. 

Sodium, — (a) The flame through blue glass will be violet or 
blue; 

(ff) A bead of borax and a little boracic acid made brown 
by nickel will become blue on addition of a potassium com- 
pound. 

Lithium, — The flame through green glass will be bluish 
green. 

Selenium, Se. 

Ok Coal, R. F. — Disagreeable h>^rse-radi$h odor, brown 
fumes, and a volatile steel-gray coat with a red border. 

/« Open Tube. — Steel^ray sublimate with red border, 
sometimes white crystals. 

In Closed Tube. — Dark-red sublimate and horse-radish odor. 

flame, — Az u re-bl ue. 

On Coal, with Soda. — Thoroughly fuse in R. F., place on 
bright silver, moisten, crush, and let stand. The silver will fa^ 
blackened. ^H 

Silicon, Si. ^| 

Oh Coal, with Soda. — With its own volume of soda, dis- 
solves with effervescence to a clear bead. With more soda 
the bead is opaque. 

With Borax. — Clear and colorless. 

With S. /V/.^Insoluble. The test made upon a small 
fragment will usually show a translucent mass of undissolved 
matter of the shape of the original fragment. 

When not decomposed by S. Ph., dissolve in borax nearly 
to saturation, add S. Pli., and re-heat for a moment. The 
bead will become milky or opaque-white. 



Silver, h%. ^^H 

On Coal. — Reduction to malleable white metal. ^^H 

With Borax or S. F/i.—O. F. Opalescent. ^H 

Cupellalion. — Fuse on coal witli one volume of borax-glass 
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Eand one to two volumes of test-lead in R. F. for about two 

I minules. Remove button and scorify it in R. F. with fresh 

I borax, then place button on cupel and blow O. F. across it, 

using as strong blast and as little flame as are consistent with 

keeping button melted. 

If the litharge is dark, or if the button freezes before 
brightening, or if it brightens but is not .spherical, rescorify it 
on coal with borax, add more test-lead, and again cupel, until 
there remains only a while spherical button of silver. 



Sodium, Na. 
Flame. — Reddish yellow. 



1 Strontium, Sr. 

Oh Coal, with Soda. — Insoluble, absorbed by the coal. 
Flame, — Intense crimson, improved by moistening with 
HCI. 
With Borax or S. Ph. — Clear and colorless; can be flamed 
Opaque. 
Interfering Elements. 
ffaritim. — The red flame may show upon first introduction 
of the sample into the flame, but it is afterwards turned brown- 
ish yellow. 

Lithium. — Fuse with baric chloride, by which the lithium 
Aarne is unchanged. 



I 



Sulphur, S. 
On Coal, xvith Soda and a little Borax. — Thoroughly fuse in 
the R. F. fl^me. and either, 

(rt) Place on bright silver, moisten, crush, and let stand. 
The silver will become brown or black. Or, 

(i) Heat with dilute HCI (sometimes with powdered zinc); 
the odor of H,S will be observed. 

In Open Tube. — Suffocating fumes. Some sulphates arc 
loaffcctcd. 
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In Clottil Ttii^.^May have sublimate red when hot. yellm 
cold, Dr sublimate of uiidccom posed sulpliide, or the substance 
tTliiy be un:i fleet ud. 

Wit/t Sufia and SUica (equal parts). — A yellow or red bead. 

To Hiltrmine whether Siilphitie or Sulphate — Fuse with 
•odu on platiiiiiin foil. The sulphide only will stain silver. 

Tellurium, Te. 

Oh Coal. — Volatile wliitc coat with red or yellow border. 
If tile rumen are Ciiught on porcelain, the resulting gray or 
brown film may be turned crimson when moistened with cone. 
I[,.SO,, und gently heated. 

On Coal, with Sotlii. — Thoroughly fuse in R. F. Place on 
bright silver, moisten, crutih, and let stand. The silver will be 
bUckcned. 

Hamt. — Green. 

/n OfifH Tnie. — Gray sublimate fusible to clear drops, 

Wilk H^SO, {tout.). — Boiled a moment, there results a pur- 
pte-viulct solution, which loses color on further heating or on 
dilution. 

Tin, Sn. 

0* CfMi. — O. F. The oxide becomes yellow and luminous. 

R. F. A slight coat, assisted by additions of sulphur or soda. 

Witk Cahalt Si^iihaM. — Moisten the coal in front of the 
*;«My, with the solution, and blow a itrom^ R. F. upon the 
«»ay. The coat will be bluish green when cold. 

H'itk CmO i« A«ntr Hr^. — A (jint-blue bead is made 
itddish brown or rub>'>red by heating a moment id R. F. with 
■ titt compound 

/a^tr/en^g Eitmmmtg, 
ImJ ^ I^smatk AOm.— It k bar praof «< tm V sodi aa 

j" '->'-Sr wtth sprxHttinsuidcnnot be kept fvsed. 

witit soda, boruc. and ckamal la R. F.. the 
J. tii« XTOC rniariliiKd ; the tm aMnr t 
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Titanium, Ti. 

With Borax. — O. F. Colorless to yellow hot, colorless cold, 
[ opatvscL-nl or opaque white by Naming. 

R. F. Yellow to brown, enamel-blue by Raining. 
With Ph. S.—0. F. as with borax. 
K. F. yellow hot. violet cold, 

HCl Solutions. — If insoluble, the substance may first be 

fused with S. Ph. or with soda, and reduced. If then dissolved 

in dilute acid and heated with metallic tin, the solution will 

become violet after standing. Usually there will also be a turbid 

I violet precipitate, which becomes white. 

Interfering Elements. 
Iron. — The S. Ph. bead in R, F. is yellow hot, brownish 
red cold. 

Tungsten, W. 

With Borax. — O. F. Flame colorless to yellow hot, colorless 
cold : can be flamed opaque white. 

R. F. Colorless to yellow hot, yellowish brown cold. 

With S. Ph.—O. F. Clear and colorless. 

R. F. .Greenish hot, blue cold. On long blowing or with 
tin on coal becomes dark green. 

With Dilute HCl.—\{ insoluble, the substance may first be 
fused with S Ph. The solution heated with tin becomes dark 
blue; with zinc it becomes purple and then reddish brown. 

Interfering Elements. 
Iron. — The S, Ph. in R. F. is yellow hot, blood-red cold. 

Uraoium, U. 

With Borax. — O. F. Yellow hot, colorless cold ; can be 
Bamed enamel-yellow. 

R. K. Bottle-green ; can be flamed black, but not enamelled. 
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With S. Pk—O. F, Yellow hot, yellowish green coIA 
R. F. Emerald-green. 

Interfering Elements. 
/ra».— With S. Ph. in R. F. is green hot, red cold. 

Vanadium^ V. 
With Borax. — O. F. Colorless or yellow hot, grcenish-yeU 

low coM. 

R, F. Brownish hot, emerald-green gold. 
With S. PA.—O. F. Dark yellow hot. light yellow cold. ■ 
R. F. Brown hot, emerald-green cold. ^ 

//fSO, ,SW«/io«j.— Reduced by zinc becomes successively 

yellow, green, bin isli -green, blue, greenish-blue, bluish -violet, 

and lavender. 

Zinc, Zn. 

On Coal. — O. F, The oxide becomes yellow and luminous. 

K, F. Yellow cost, white when cold, assisted by soda and 
a little bornx. 

With Coddii Solution.— tAohien the coal in front of the 
ax-tay, with ihe solution, and blow a strong R. F. upon the 
as»ay> The coat will be bright yellow-green when cold. 

ImterferiHg Ekmenti. 

vfi»/m*ii)'-*- Remove by strong O. F., or by heating with 
sulphur in closed tube. 

CMlmimm, LcaJ, vr Bismtith. — The combined coats will not 
prevent the cobalt-solution test. 

Tim. — The coats heated in an open tube, with charcoial dost 
by tbe O. F., may yield white sublimate of zinc. 

QUALITATIVE TESTS. 
The following summary of chatacterisiic qualitative tects in 
the wet way will be found useful in the prelimioary examine. 
tion o( oRSi» funaKC {Koducts, etc : 



I. Alkali hydroxides precipitate grayish-wkiie, A1,(H0), , 
soluble in fixed alkali-liydroxides, but only slightly soluble in 
NH.OH i( NH.CI is prfsent. 

\. Basic acetate of aluminium is precipitated by addition of 
N3,C,H,0, to a warm and sliglitly acid solution. 

Confirm. — By blowpipe test. 

Antimony, Sb. 

I. H,S precipitates orauge-red Sb,S, from acid solutions^ 
Tiie precipitate is soluble in HCl, in alkalies, and in alkaline 
sulphides. 

3. H,S precipitates orange Sb,S, from acid solutions. The 
precipitate is soluble in HCl, in alkalies, and alkaline sulphides. 

To distinguish between Sb,0, and Sb,0,, add solution o( 
AgNO,. in the presence of KOH or NaOH. Sb,0, precipi- 

s black, Ag.O, which is insoluble in NH.OH; and Sd^O^ 
precipitates while, AgSbO,, which is soluble in NH.OH. 

Arsenic, As. 

1, H,S precipitates yellow As,S, best from HCl solutions. 
Soluble in alkalies and alkaline sulphides, insoluble in HCl. 

2. H,S precipitates yellow, As,S. from acid solutions after 
healing solution and passing gas for some time. 

3, AgNO, precipitates yellow Ag.AsO, or reddish-brown 
As,AsO., soluble in dilute acids, ammonia, and ammonia salts, 

4. CuSO, precipitates yelloivisk-green Cu/AsO,), or green- 
ish-blue. CuHAsO.. soluble in NH.OH and NH.CI. 

5- Ammonium magnesia mixture precipitates if/jiV^ MgNH, 
AsO.. 

Barium, Ba. 

I. Alkali carbonates precipitate white BaCO, soluble in 
HCl and HNO,. Soluble in acids. 
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2. Soluble sulphates and H,SO. precipitate w/iite BaSO,, 
which is practically insoluble in acids and water. ^H 

Confirm. — By blowpipe test. ^H 

Bismuth, Bi. 

1. H,S or (NH,),5 precipitates brownisk-black Bi,S, insolu- 
ble in dilute acids, but soluble in strong HNO, . 

2. H,0 precipitates from the chluride white BiOCi, in- 
soluble in an excess, but soluble in HCI and HNO,. 

3. SnCI, in the presence of NaOH or KOH precipitates 
black Bi.O,. H 

Confirm. — By blowpipe test. I 



Bromine, Br, 

I. AgNO, precipitates _y(-//o7CKA-ii/Ar/^ AgBr; changes to 
gray, soluble in KCN, slightly soluble in NH.OH, insoluble in 
HNO.. 

Separation of CI, Br. and I. — Place a solution of the mixture 
in a tesl-lube with a little MnO, and water, add a drop of dilute 
H,SOj (one in ten). A brown color indicates I, Roil ; violet 
vapors are given ofT. When the secease add 2 cc. of H,SO, 
and boil ; br<nvn vapors indicate Br. Boil until brown vapors 
cease and cool. When cold, add an equal volume of H,SOi 
and heat ; gretn vapors indicate CI. 

Boron, B. 

1. BaCl.and CaCI, precipitate xvkit.- Ba,(BO.).and Ca,(BO,X. 

2. AkNO, precipitates white Ag.BO,. 

3. Free boractc acid turns turmeric paper brownish red, 
becoming more intense when the paper is dried. When 
With HCI to acid reaction and dried it becomes red. 



Cadmium, Cd. 

I. H,S or (NH.>,S precipitates yellow CdS, insoluble in 

dilute acids, alkalies, alkali sulphides, or cyanides. Soluble in 

strong hot HO, HNO,. and H.SO^ 
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Zn precipitates from acid and ammoniacal solutions 
gray Cd. 

3. KOH and NaOH precipitate W/rr,- Cd(OH),, insoluble 
in excess; whilst NH.OH precipitate white Cd(OH),, which is 
BOluble in excess. 

Confirm. — By blowpipe test. 

Calcium, Ca. 

1. H,SO, precipitates ifAfVcCaSO,, soluble in a concentrated 
solution of (NH.},SO. ; dislinclion from Ba and Sr. 

2. Alkaline arseniates precipitate CaHAsO,, soluble in acids 
and NH.OH. Ba, Sr, and Mg give tliis precipitate only in 
concentrated solutiuns. Ammonia salts must be absent. 

Confirm. — By blowpipe test. 

Carbonic Acid, CO,. 
I. Add HNO, to substance in a test-tube, and pass gas 
through a .solution of lime-water. A -wldte precipitate of CaCC, 
indicates CO^ 

Chlorine, CI. 
I. AgNO, precipitates white AgCl, soluble in NH.OH. 



Chromium, Cr. 
NH.OH precipitates bluish green Cr,(OH), , slightly 
soluble in excess. 

2. From solutions of CrO, lead salts precipitate yellow 
PbCrO., soluble in HNO, and insoluble in acetic acid. Diffi- 
cultly soluble in KOH. 

3. A very delicate test for Cr as CrO, is by means of H,0, 
(hydrogen peroxide) and ether, giving a fine blue color. 



Cobalt, Co. 
. Fixed alkalies precipitate Hue />asic salts. This precipi- 
rtlte absorbs cJxygen and becomes olive-green hydroxide. If 
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boiled before oxidation in the air becomes rose-red Co(OH), ; 
docs not dissolve in excess. HN.OH produces tlie same 
precipitate, whicli is soluble in excess. 

2. K.FcC.N, precipitates dark brown Co,(FeC,N,),, insolu- 
ble ill HCl. If to a solution of Co or Ni an excess of NH.Cl 
and NH.OH is added and then K.FeC.N,, a blood-red color 
indicates Co. If Ni is present, and the solution is boiled, a 
fo/'^cr-rcrf precipitate forms; if any Co is present, a dirty green, 
on boiling. 

3. To a dilute solution of cobaltous nitrate add tartaric or 
citric acid, then an excess of ammonia, and a few drops of 
potassium fcrricyanide ; a deep-red color appears, even if largely 
diluted. 

Confirm. — By blowpipe test. ^^| 

Copper, Cu. ^* 

I. HN.OU produces a deep-blue solution. 

3. NaOH and KOH when added to saturation precipitate 
blue Cu(OH),, insoluble in excess. When boiled the precipi- 
tate changes to black Cu,0,(OH),. Organic substances gen- 
erally prevent the formation of this precipitate. 

3. Fe and Zn precipitate metallic copper from cupric 
solutions. 



Iron, Fe. 
FeO.—\. K,FcC,N, precipitates dlw-W/« Fe,(FeC.NO,, ift. 
soluble in acids. 

2. NH.OH precipitates wAi^/ Fe(OHV 

/>,(?,. — I. NH.CNS produces a iy<<Kt(/-rc</ solution. 

X. NH,OH precipitates brownish Fe^ OH), 



Lead,Pb. 

1. Zn pretipitates cr>-slals of Pb, 

2. H.SO, precipitates white PbSO, . sl'^lly soluble in ex- 
cess, insoluble io «lcohol, but solable in aaunoaium acetate or 
dtntc 
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3. H,S or (NH.\S precipitates black PbS. soluble in HNO, 
with formation of PbSO,. 

4. K,FeC,N, precipitates white Pb.FeC.N.. 

Lithium, Li. 

1. Nitrophenic acid forms a yeiloiv precipitate. 

2. Na,CO, precipitates ivhiie Li,CO, , slightly soluble in 
H,0. 

Confirm. — By blowpipe and spectroscope. 

Magrnesium, Mg. 
I. N.i,HPO. precipitate:^, in presence of NH.OH and 
NH.Cl, white MgNH.PO.. Fine crystals. 
Confirm. — By blowpipe. 

Manganese, Mn. 
I. Boil with HNO,, and add peroxide of lead. A reddtih- 
I ^olet solution (color of potassium permanganate] indicates Mn, 

Mercury, Hg. 

1. A piece of bright metallic copper is coated with a 
precipitate of metallic Hg, upon insertion in a solution of Hg. 

2. SnCI, precipitates first white Hg,Ci, and then gray Hg. 
To distinguish between mercurous and mercuric compounds 

HCI precipitates white Hg.Cl, .soluble in aquaregia, HNO,, and 
NH.Cl. and blackened by N H.OH. from mercurous compounds. 
No precipitate on addition of HCI to mercuric compounds. 

Molybdenum, Mo. 
Upon heating the acid solution with metallic zinc it will turn 
successively blue, green, and brown. 
Confirm. — By blowpipe test. 

Nickel, Ni. 
I. Alkaline carbonates precipitate green basic carbonate 
I iNiCo,. 3Ni(0H),, soluble in (NH.).CO. or, in 
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agent, with 6/ue or greenish-b'.ue color. Again precipitated by 
KOH or NaOH i<. paU-green Ni^OH),. 

3. NH.OH in excess gives blue color. 

3. KCN precipitates pale-green NiC,N,, soluble in excess. 
Upon boiling witli NaCIO, black Ni(OH>, is precipitatetl. 
Distinction from Co, wliicli givi;s a dtrty-white precipitate with 
KCN, soluble in excess, but no precipitate being formed on 
boiling with NaClO. ^M 

Nitric Acid, HNO,. ^| 

1. To the solution, in a test-lube, add a saturated solution 
of ferrous sulphate, and tiien concentrated sulphuric acid {free 
from HNO.^: a brown ring between the FeSO. and H.SQ. 
indicates HNO,. JH 

Phosphorus, P. ^^| 

Orthophospltates. — 1. Magnesia mixture precipitates white 
MgNH.I'O.. 

2. AfTNO,precipitates//^/i/-_>'c//(W(/Ag,PO,, soluble in HNO, 
and NH.OH. 

3. (NHj,MoO,-f HNO, precipitates ^r//i7w ammonium phos- 
pho-molybdate : composition variable. The precipitate is sol- 
uble in N H,OH, in excess of phosphoric acid, and is pr<?vented 
by organic substances, such as tartaric acid. 

Pyrophosphates,— \. M<;SO. precipitates white Mg,P,0, , 
soluble in an excess of either solution NH.OH fails to pre- 
cipitate it from these solutions. On boiling it separates again. 
By this reaction pyro can be detected in the presence of phos- 
phoric acid. 

2, (NH,),MoO. -\- HNO, does not give a precipitate until 
orthophosphate is formed. Most of the pyrophosphates of 
the heavy metals (Ag an exception) arc soluble in alkali pyro- 
phosphates, (distinction from orihophosphates). 

3. AgNO, precipitates white Ag.P,0, , soluble in HNO. 
and NH.OH. Addition of an alkali aids the precipitation, 

Mctaphospkoric Acid. — 1. Magnesia mixture gives no pre- 
cipitate. 
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2. iNH.),MoO. + HNO, gives no precipitate. 
I. AgNO.prucipitatea white K%YO^, soluble in alkali meta- 
Iphospliatc solutions (distiiiciiod from pjrophospliates). 

4. Albumen gives a precipitate (distinction fiom ortho and 
pyropliospliateat, 

5. Fusion with Na.Co, converts meta and pyro into ortho- 
phosphates. 

Potassium, K. 

1. PtCI.witli HCl precipitates j-i/Zdzfi crystalline (KCl),PtC!,. 
Evaporate to dryness. The precipitate is not dissolved by 
alcohol. 

Confirm. — By blowpipe and spectroscope. 

Selenium, Se. I 

r. H,S precipitates yellow sulphide of selenium, soluble In 
(NH,),S. Upon liealing the precipitate turns reddish yellow. 

2. SnCI, -f- HCl produces a red precipitate of Se, which 
turns^iy at a high temperature. 

3. Metallic copper, when placed in a warm solution of 
selenious acid, containing HCl, becomes black; if the fluid 
remains long in contact with the copper, it turns bright red 
Irom separation of selenium. 

Confirm. — By blowpipe tests. 

Silicon, Si. 

Silicates are determined by the separation of SiO,. Fuse 
with Na,CO. + NaNO, , dissolve in HCl, and evaporate to 
drj-ness. Upon evaporation gelatinous silica will separate out. 
Upon hCHting and dissolving with HCl insoluble SiO, remains 
behind. 

Confirm. — By blowpipe test. 

Silver, Ag. 
I. HCl precipitates icAiVf AgCl, insoluble in HNO,, soluble 
' in NH.OH. 
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2. Cu precipitates metallic Ag. 
3- KI precipitates _j'^//(;a' Agl, insoluble in NH.OH, soluble 
in excess of reagent, 

Cotifirm. — By blowpipe test. 

Sodium, Na. I 

1. (NaCI),PtClj crystallizes from its concentrated solutions' 
in red prisms, 

2. KSbO, (in neutral or alkaline solutions) precipitates 
mliile NaSbO,. The reagent should be dissolved as wanted, 
it is unstable in solution. 

Confirm. — By blowpipe and spectroscope. 

Strontium, Sr. 

I. NaOH, NH.OH. Na.CO,. (NH.),CO., and Na.HPO. form 
precipitates which closely resemble those produced by these 
reagents with Ba salts. 

Confirm. — By blowpipe tests. 

Sulphur, S. 

1. BaCl, gives a white precipitate. BaSO, , when added to 

sulphuric-acid solutions. Practically insoluble. 

2. On addition of HNO, to sulphides H,S is given off. 

Tellurium, Te. 

1. H,S precipitates brown TeS, from acid solutions. Sol- 
uble in (NH.),S. 

2. Boiled with concentrated H,SO, there results a purple- 
vioUt solution, which fades upon further heating or dilution. 

Confirm. — By blowpipe tests. ^m 

Tin, Sn. 

Slannoui Oxide {^\\Qi)~ — i, H,S precipitates (/dr-i(-^£7w»SnS, 
soluble in HCI, in alkalies; moderately soluble in yellow 
(NHO,a 
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3. HgCl, precipitates white Hg.CI,, with excess black Hg 
(distinction from stannic compounds). 

3. AuCI, witli free HCl or HNO, , ^purple precipitate. 
4- Zii precipitates spongy Sn. 
Stannic oxide (SiiO,). 

1. H.S precipitates yellow SnS,, soluble in HCl, in alkalies 
and alkaline sulphides. 

2. HgCI, no precipitate. 

3. AuCl, no precipitate. 

4. Zn precipitates spongy Sn. 
Confirm. — By blowpipe tests. 

Titanium, TL 

1. NH.OH gives a bulky ivhite precipitate, Ti(OH), , insol- 
uble in excess. 

2. Sn or Zn boiled in acid solutions after some time give 
pale-vioUt or blue solutions, subsequently a blue precipitate, 
which gradually becomes white. 

Confirm. — By blowpipe. 



Tungsten, W. 

1. SnCI, produces a yellow precipitate on acidifying with 
HCl, and applying heat the precipitate acquires a beautiful 
btut color. 

2. Heated with HCl and Zn the solution becomes purple, 
and (hen ret/dish brown. 

3. K.FeC.N, + HCl gives a deep brownish-red color; after 
lome time a precipitate of the same color is produced. 

Uranium, U. 

1. NH.OH. KOH, and N;iOH produce a >-<•/&«' precipitate 
uranic hydroxide and alkali. 

2. K.FeC.N. produces a reddish-brown precipitate, 
Confinn. — By blowpipe test. 
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Vanadium, V. 

1. K,FeC,N, produces a green flocculent precipitate, insol- 
uble in acids. 

2. Dissolved in H,SO, and Zn added the solution becomes 
successively ^fcn, blue, bluish violet, and lavender. 

3. An acidified solution of vanadates upon being shaken 
with hydrogen dioxide acquires a red tint; if ether is then 
added, and the solution shaken, its retains its color, the ether 



^ colorless. 



Zinc, Zn. 

t. Alkali hydroxides precipitate wAtVf Zn(OH),, soluble hi 
excess of precipitant. 

2. H,S precipitates (from neutral or acetic acid solutions) 
white ZnS, 

3. K.FeC.N, precipitates white Zn,FeC,N, , insoluble in 
very dilute solutions of HCl. 

4. (NH.),S precipitates white ZnS, insoluble in KOH i 
HC,H,0,. 

Confirm. — By blowpipe test 
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CHAPTER IV. 



APPARATUS AND OPERATIONS. 



The general apparatus used in the ordinary course of an 
analysis or assay is all that will be discussed here. The 
special pieces of apparatus, such as the apparatus used in the 
analysis of gases, will be discussed under the head of the 
different determinations. 

Crushing and Pulverizing.— A small hand-crusher, or a 

I small poxver-c rusher, wliere power can be obtained, will be 

I found very convenient for crushing small samples of ore, slag, 

If such a crusher is not at hand, the crushing can be 

done in an iron mortar; but in a laboratory where much work 

is done a small jaw-crusher will save a great deal of time and 

labor. 

A cast-iron bucking-plale and mullcr are indispensable for 
fine pulveriKafion of ore samples. The ordinary plate is 
2X2 feet and i incli thick, cast with flanges about i inch high 
on the two sides. Tlie surface should be planed perfectly 
smooth. The muJIer or grinder h of cast iron, about 6 inches 
long, 4 inciies wide, t^ inches thick in tlie middle and [ inch 
thick at the two ends, so that the surface is convex. The sur- 
face should be planed smooth and true at all points. 

The crushed ore is spread upon the plate, a few ounces at 
a time, the left hand being placed on the muller so as to throw 
the weight of the body on it, whilst the right hand grasps the 
handle. The muller is moved back and forth, depressing the 
handle as it is brought forward and raising it when pushing 
I the muller back. 

A small agate mortar and pestle will be found indispeo- 



Vanadium, V. 

1. K.FeC.N, produces a green Hocculeat precipitate, insol- 
uble in acids. 

2. Dissolved in H,SO, and Zn added the solution becomes 
successively green, blue, bluish violet, and lavender. 

3. An acidified solution of vanadates upon being sliakcn 
Willi hydrogen dioxide acquires a red tint ; if ellier Is then 
added, and tile solution shaken, its retains its color, the ether 
remaining colorless. 

Zinc, Zn. 

1. Alkali hydroxides precipitate white Zn(OH), , soluble in 
excess of precipitant. 

2. H,S precipitates (from neutral or acetic acid solutions) 
while ZnS. 

3. K.FeC.N, precipitates white Zn,FeC,N, , insoluble in 
very dilute solutions of HCI. 

4. (NH,),S precipitates white ZnS, insoluble in KOH and J 
HC,H.O,. 

Confirm. — By blowpipe test. 
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sable, where wet determinations are to be made, for finely pi 
verizing ores, etc., wln'cli are decomposed with difficulty. Ab 
the pulverizing in the mortar is a tedious operation, a quantity 
of the substance only slightly in excess of the amount required 
for analysis should be taken. Of course this small sample 
should be carefully taken from the general pulverized sample, 
so that it accurately represents the wiiole. 

Screening. — After the sample is cut down and pulverized 
on the bucking-plate it should be passed through a screen or 
sieve. What refuses to pass through the sieve is again bucked 
and screened until all has passed through. The usual sieve is 
one of 80 or 100 meshes. This is sufficiently line for samples 
which are to be assayed by fire-assay, but samples which are 
to be treated in the wet way will frequently have to be still 
further pulverized in the agate mortar. The sieves come in 
nests comprising 20, 40, 5o. 80, and 100 meshes, each nest being 
provided with a tin box and cover. Such a nest of sieves will 
be found very convenient and useful in a laboratory doing 
metallurgical work. 

Storing Samples. — Small paper sacks, or, preferably, en- 
velopes made of heavy brown paper and provided with patent 
end-fasteners, are very convenient for keeping the pulverized 
samples. Small ;wide-necked sample-bottles holding about 
four ounces each are sometimes used for this purpose. All 
samples should be properly labelled and filed away for a 
reasonable length of time. 

Moulds. — Cast-iron ingot moulds for casting bars of bi 
bullion or silver bullion will be necessary where assays 
bullion or alloys are to be made. 

Cupel-moulds and pestles are required for making cupel 
They are made of both brass and steel, the brass moulds 
being prcferablr. They come in different sizes, those most 
used being moulds which will make cupels weighing about 8 
grammes and iS grammes, respectively. 

Moulds for pouring scorification and crucible charges are 
necessary. These should be of cast-iron, the depression being 
conical in shape, with the apex of the cone slightly rounded 
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I off. They should be o 



sizes, the smaller for scorification 



and the larger for crucible assays. 

Rolls. — A set of small steel hand-rolls for flattening out 
samples of gold and silver bullion, and gold cornets in the 
gold bullion assay, will be found convenient. 

Weighing.- — For a laboratory doing general work (both 
wet and dry assays) five balances will be found useful. Each 
of these balances should be provided with the proper set of 
weights. It is best to have separate weights for eacli balance. 

A, A rough .scales for-weighing large samples of ore, metals, 
etc. An ordinary grocers' scales answers very well for this 
purpose. This balance should be provided with avoirdupois 
weights. 

B. A pulp-balance for weighing out ore for fire-assay. 
This balance should take I30 grammes in each pan, and should 
he sensitive to within 5 milligrammes. It should be provided 
with a set of gramme weights from 5 mgs. to 20 gnis. It 
should also be provided with a set of assay-ton weiglits from 
ao5 A. T. to 4 A. T. 

The system of a5say>ton weights was devised by Prof. 
C. F. Chandler, of Columbia College. These weights are not 
only very convenient, but their use results in the saving of 
considerable time in the calculation of the results of gold and 
silver assays. As ores of the precious metals, as well as those 
of the base metals, are weighed in pounds avoirdupois, whilst 
gold and silver are weighed in ounces Troy, the basis of the 
system is the number of Troy ounces in one ton avoirdupois 
(70CO pounds), which is 39,16666 ounces. The assay-ton con. 
tiins 29,166,66 milligrammes; hence if one assay-ton of ore is 
taken for assay and a silver button weighing icx> milligrammes 
is obtained, the ore will assay 100 ounces of silver per ton, as 
each milligramme in 1 assay-ton is equivalent to 1 ounce Troy 
per Ion avoirdupois. If \ assay-ton were taken for afsay, it 
would be necessary to multiply the result (in milligrammes) by 
2 to obtain the assay value, etc. 

C. A" analytical balance for weighing out ore, etc.. for 
inaly&is and weighing the results of wet determinations. This 
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balance is also used for weighing out ore for scorifi cation -assa;^ 
in the case of ricli ores and llie buttons obtained by fire-asHay 
for base metals. The balance should take at least 30 giammcs 
in each pan, and should be sensitive to witliin 0.5 miUigrainme. 
It should be enclosed in a glass case, and should be kept free 
from moisture, fumes, etc. It should be provided with a set 
of gramme we'ghts from i.o mRm. to 30 gms., and also with 
a beam-rider for weighing mi!lif(;rarnmcs and fractious of milli- 
grammes. The best balances are provided with agate knife- 
edges. 

D. A button-balance, for weighinsj the gold and silver 
beads and for weighing out samples of gold and silver bullion 
for assay. This balance should take at k-ast 1 gm. in eacli pan, 
and should be sensitive to within -jj^ mgm. It should be pio- 
vided with a set of gramme weights from i mgm. to i gm., and 
a beam-rider for weighing fractions of a milligramme. It should 
be provided with a glass case and agate knife-edges, and should 
be kept free from dust, fumes, etc. The balance should not 
be exposed to the direct rays of the .sun, as they cause expan- 
sion of the metal-work and throw it out of balance. 

E. A gold button-balance, for weighing llie gold beads 
from the assay of gold ores. This balance should take at 
K-ast 0.5 gm. in each pan, and should be sensitive to within 
Tiff ingiTi- It should be provided wilh a set of weights from 
1 mgm. to 0.5 gm.. and a beam rider for weighing fractions of 
a milligramme. It should be kept in a glass case, free from 
dust, etc., and should be provided with agate knife-edge.s. 

The last three balances should be set up on a perfectly 
firm support, and should be cleaned and adjusted from time to 
time. 

Tlie balance should always be tested before weighing, to 
see if it is in perfect adjustment. 

The analytical balance should be provided with two watch- 
glasses, one for each pan. These watch-glasses are made with 
a glass lip or handle for convenience in removing. If they arc 
not of equal weight, one can be filed on the bottom until they 
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counterbalance, or the balance can be brouglit into adjustment 
by means of a small piece of platinum foil or wire. 

Accurate weigliing is absolutely essential to accurate work. 
The most expeditious way of ascertaining the exact weight of 
2 substance is to avoid trying the weights at random, but to 
proceed in a methodical manner. Suppose, for example, we 
wish to ascertain the weight of a precipitate whose weight 
sub^sequenCly turns out to be 0,535 g"^- Tiie precipitate is 
transferred to the left-hand pan of the analytical balance, and 
a i-gm. weight is placed in tlie right-hand pan. The weijjht is 
fount) to be too much ; so it is repljced by a o.S-gm. weight, 
which is found to be too little. A 0.1-gm, weight is now 
added, and is found to be too much ; so it is replaced by a 
005-gm. weight, which is found to be still too mucli. The 
<K05-gcn. weight is replaced by the 0,02 and the two o.oigm. 
weights, wliich is found to be still too much. One of the ooi- 
gm. weights is removed, when the weight is found to be too 
little: hence the 0.005-gm. weight is added. The balance is 
found to exactly balance; hence this is the correct weight. It 
is best, in order to have a check on the weight, to add up the 
different weights on the pan and set down the total. As the 
weights are removed from the pan each weight is set down, 
and the sum taken after all are removed. 

The balance should be arrested each time a change is con- 
templated, such as removing weights, substituting one weight 
for another, etc. 

Substances liable to attract moisture from the air should 

• always be weighed in closed vessels — as between two watch- 
glasses, in covered crucibles, or in a closed glass tube. The 
same applies to substances liable to lose moisture upon expos- 
ure to the air. 

Fluids should be weighed in small bottles provided with 
glass stoppers, or occasionally in accurately counterpoised 
beakers. 

A vessel should never be weighed whilst warm, as in that 
- case it^ weight will invariably be too low. This is due to two 
^ft circumstances: highly heated bodies are constantly communi- 
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eating heat to the surrounding air; the heated air expands 
and aj.cends, and the denser and cooler air flowing toward the 
space which the heated air leaves produces a current, wiiich 
tends to raise tlie scale-pan. Every body condenses on its 
surface a certain amount of air and moisture, wliich amount 
depends upon the temperature and the hygroscopic state of 
the air and the temperature of the body. 

In weighing out a substance for assay or analysis it is 
generally best to take a certain definite quantity, as O 5 A. T., 
0.1 A. T., 1.0 gm., 0.5 gm., for example, rather than to weigh 
out an indefinite quantity, as 0.946 gm. Whilst this takes 
longer in the weighing out. the extra time expended in weigii- 
ing is more than made up by the time saved in the subsequent 
calculations. Moreover, when a definite even quantity is taken, 
errors in the subsequent calculations are much less liable to 
occur. 

Furnaces. — For fusions in fire-assaying either the wind- or 
muffle-furnace may be used. As the muffle-furnace is cleaner, 
and allows o( a more perfect control of the heat, it is preferable 
to the wind-furnace. Where samples of bullion, etc., are 
to be mehed, it will be necessary to have a wind- furnace ; 
otherwise not. 

Botli wind- and muffle-furnaces are built to use either solid 
or gaseous fuel. The gas-furnaces have several advantages, 
inasmuch as they allow of a more perfect control of the 
temperature, are cleaner, arc readily started, and only con- 
sume fuel when the work is going on. Oil account of the 
facility with which the temperature can be controlled the 
U. S. Government have adopted gas-furnaces in many of the 
Government mints and assay-offices. Gas-furnaces can only 
be used where power is handy, as they require a pressure- 
blower to furnish the necessary blast. They are no more 
economical in fuel than furnaces using coal or coke, but are to 
be recommended where power and gas arc at hand, for the 
above reasons. Many excellent forms are kept in stock by 
the dealers. 

Where solid fuel is used coke or charcoal is the usual fuel 
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in the wind-furnacc, and coke or bituminous fuel in the muffle- 
fumace, although cliarcoal is also used in the muffle-furnace. 

The ordinarj' type of wind-furnace built for coke or char- 
coal is shown in Fig. 8. This furnace is built of red brick, and 
lined with one course of fire-brick. It should be firmly bound 
with angle-iron, and tied with tie-rods. The top of the furnace 




js co\-ered with a cast-iron plate, the cover or WA also being of 
cast iron. The dimensions of the furnace shown in the sketch 
can be increased to any desired extent, but the same relative 
dimensions between the parts should be maintiiiued when 
increasing the size. Where large amounts of silver bulli 
to be melted the furnace will necessarily have to be considi 
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ably larger than shown in the sketch. Where bullion is 1 
be melted it is also well to provide the furnace with a chain- 
tackle [or hfting the crucibles out of tlie furnace. Where 
retort silver from a pan-amalgaination mill is to be melted, 
the furuace should be provided with a sheet-iron hood, con- 
nected with th*; stack, for carrying off the fumes. 

There are many different styles of muffle-furnace in use. 
The furnace shown in Figs. 9 and 10 is designed to bum 
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Fig. 1 



bituminous coal. Where good bituminous coal can be ob- 
tained. this is as satisfactory a furnace as can be built. The 
furnace is built of red brick, and lined throughout with one 
course of fire-brick. It should be firmly bound with angle- 
iron, tied with iron tie-rods, Wljerc good bituminous coal 
can be obtained, this furnace is preferable to a coke-furnace 
for the following reasons: It is quickly started, the tempera- 
ture is readily controlled, the coni^umption of muffler is much 
less than in a coke-furnace, the consumption of fuel is less (ia 
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cost) at the ordinary prices of coal and coke, and the furnace 
tias a longer life. 

f^. II and 12 show a furnace constructed to burn coke. 







This furnace is lined throughout with fire-brick, and bound 
with angle-iron and tie-rods. 

Heating Apparatus.— The fusion of substances with car- 
bonate of soda or mixed carbonates can be performed in the 
muffle-furnace or over a blast-lamp. Fletcher's gas blast-lamp 
vHII be found almost indispensable in a laboratory provided 
with gas, for both fusions and the ignition of precipitates. 
Where gas is not at hand, Fletcher's petroleum blast-i.imp or 
an alcohol blast-lamp may be used tor fusions, etc. However, 
if gas is not at hand, the muffle-furnace best answers the pur- 
pose, and in a metallurgical laboratory where a great number 
of determinations are made daily the muffle is preferable, as 
it allows of a number of fusions or ignitions to be made at 
one time. 

For fusions which do not require a very high temperature, 
as the fusion with caustic potash or the fusion with potassium 
bisulphate, the Bunsen burner or a good alcohol lamp is all 
that is required. 
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For heating solutions, evaporations, etc., the gas-stov*< 
(Fletcher's) is an excellent piece of apparatus. When gas is 
not at hand a petroleum-stove can be substituted. Where a 
higii temperature is not detrimental the lop of the stove can 
be covered with a piece of wire-gauze. Wliere a high heat is 
not wanted llie wire-gauze can be covered with a piece of 
asbestos paper or asbestos cardboard. 

A most excellent piece of apparatus for evaporations, etc., 
consists of a sheet-iron plate, supported on four legs. This 
plate can be heated by gas- or petroleum-stoves or Bunsen 
burners. The lemperatuie can be coniroUed by placing under 
the vessels containing tlie solutions pieces of asbestos paper of 
different thicknesses. 

Large vesseb which are liable to be broken by the ebullition 
during heating are best supported on a sand-bath. A conven- 
ient form of sand-bath is an ordinary tin pie-plate partially 
611ed witli fine, clean sand. 

A water-bath will be essential for evaporations, which 
should not be heated above the boiling temperature of water. 
A good form of water-ba;h is a water-tigiit box of sheet copper 
18 inches long. 12 inches wide, and 4 inches deep. The top 
should have several round holes of different diameters, so that 
vessels of different sizes may be used on the bath. The open- 
ings should be provided with covers, so that they may be 
closed when not in use. The water-bath is partially filled with 
water, and the heat turned on. As soon as the water reaches 
the boiling-point it is ready for use. 

Wiiere solutions require to be heated at a definite fixed 
temperature, either higher or lower than that of boiling water, 
a solution of calcium chloride, salt, etc., can be substituted for 
the water in the bath, or the solution may be evaporated in a 
hot-air batii which is kept at a fixed temperature. 

A hot-air balh will be found convenient for drying precipi- 
tates, evaporation of solutions, and determinations of moisture 
in certain substances. It should be provided with a thermom- 
eter, so that the temperature may be controlled. 

In a laboratory where gas is not at hand a very good 
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apparatus for evaporations, etc., is an ortlinary cook-stove. 
The evaporations caii be performed on tlie top of the stove, 
the temperature being controlled by means of pieces of asbes- 
tos paper. In case quite liigli temperatures are necessary, 
the hds of the stove can be removed and asbestos cardboard 
substituted for them. The oven can be used for the drying of 
precipitates, samples, etc. The slove should be provided with 
a hood connected with a good draught to carry off the fumes. 
This hood can be conveniently made of wood lined on the 
inside with asbestos paper. The conduit of the hood may be 
connected with the same flue as the stove, thus insuring a 
yood draught. 

Crucibles. — In an assay-office doing general work several 
ilifferent kinds of crucibles will be necessary. 

A. Graphite CriuibUi.—1\\^s(t are used for the melting of 
samples of base bullion, silver bullion, gold bullion, etc. The 
best crucibles are made by the Dixon Crucible Co., and come 
in different sizes, holding from 4 ounces up to 5000 ounces. 
The melting is performed in the wind-furnace as follows; A 
good fire is started in the furnace, and when burning well the 
crucible and its contents are introduced, the spaces around the 
outside of the crucible being fiUed in with fresh coke or char- 
coal. The cover is then put on the furnace, and the damper 
opened. After each meh the crucible should be thoroughly 
cleaned whilst hot by means of a scraper. With proper care 
a crucible will serve for a large number of melts. 

B. Clay and Sand CrucibUs. — These are used for the fusion 
in the crucible assay of gold and silver ores, and also for the 
fusion' or fire-assay of ores of the base metals. They come in 
a great variety of shapes and sizes, those mo.st used being 
rated as 5, 10, 20, and 30 grammes (capable of holding charges 
for the assay of 5, 10, zo. and 30 grammes of ore). The be.st 
makes are the Colorado clay (made by the Denver Fireclay 
Co,), the French clay, the Battersea (English make), and the 
He<»ian sand (German make). In the western portions of the 
United States the Colorado-clay crucible has generally replaced 
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the other makes, owing to the less cost o[ these crucibles a 
their general excellt:iice. 

C. forceiain Crucibles. — These are used for the ignition of 
precipitates, fusions which cannot be made in platinum or 
silver crucibles, and for the parting and annealing o[ the gold 
beads obtained in the assay of gold and silver ores, etc. Tliey 
come in a great variety of sizes, the best makes being royal 
Berlin ciiina and royal Meisseti porcelain. 

D. Platinum Crucibles. — These are used for the fusion of 
ores, furnace products, etc., with carbonate of soda, etc. They 
come in a variety of sizes, and are sold by the gramme, the 
present price being about 65 cents per gramme. They weigh, 
with the cover, about as many grammes as they hold cubic 
centimetres. As ihey are expensive they should be handled 
carefully. Tliey should never be squeezed in the fingers to 
remove the fused mass. The best way to remove a fusion is 
to remove the crucible from the heat and quickly pour its 
contents out on a piece of clean platinum {the cover of a large 
crucible answers very well), or just before the fused mass 
solidifies insert a stout piece of platinum wire in it. The end 
of tlie wire should be bent in the form of a hook. As soon as 
the mass is cool, introduce a little hot water, and warm genlly; 
in a few minutes the mass may be lifted out by means of the 
wire. The crucibles may be cleaned by heating with a little 
nitric acid (free from chlorine) or by scouring with a little finely 
pulverized red iron oxide. 

E. Rose Crucibles. — These are used for the ignition of cer- 
tain precipitates, which require to be ignited in an atmosphere 
of hydrogen, sulphuretted hydrogen, etc. They are made of 
porcelain, with a perforated porcelain cover and tube. Thu 
tube is attached to the supply of hydrogen or other gas. A 
very good substitute for a Rose crucible is an ordinary porce- 
lain crucible, and a clay tobacco-pipe for the cover and tube. 

F. Silver Cmcib/fS. —TUesc are used for fusions where 
caustic soda or caustic potash is the flux. The crucibles with 
a gold lining arc preferable. An alcohol-lamp should be used 
to heat these crucibles. 
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ScoriEers. — These are used in tlie scorifii 
gold or silver ores. They come in the foliowiiig sizes: 2j, 2j, 
3. and 4 inches diameter. The best makes are the Colorado ' 
(Denver Fire-clay Co ) and the Batlersea. 

Cupels. — The cupeU used for the cupellation of the lead 
buttons carrying the gold and silver are made of bone-ash. the 
bones of horses or sheep being considered the best. It is better 
to make the cupels than to buy them ready-made. Tlie bone-ash 
is mixed with sufifjcient warm water to hold it together without 
being too moist. By adding a little wood-ash or pearl-ash 
(l>otas5ium carbonate) to tiie water used in moistening the 
bone-ash the cupels will be more firm. The cupels are pre- 
pared by filling the mould with the moistened bone-ash, and 
driving the pestle with two or three light blows of a wooden 
mallet. They should be dried carefully by standing them in a 
warm place or in a place exposed to the rays of the sun, and 
ail moisture and organic matter should be expelled previous 
to using by healing them in thu muffle. 

Casseroles. — Casseroles and evaporating dishes are used 
for the decomposition of ores, etc., with acids and other liquid 
reagents, and for the evaporation of solutions. They arc of 
porcelain and platinum, the porcelain being most generally 
used. They come in a variety of sizes holding from J ounce 
^ip 'o i galliin. A very convenient size is the 4-ounce casse- 
role, which is 2 inches in diameter. The best makes are royal 
Berlin china, royal Berlin porcelain, and German porcelain. 

Beakers. — Beakers serve for a variety of uses in the labo- 
ratorj'. Lipped beakers are always preferable- Bohem 
glass beakers are the best. They come in a number of sizes, | 
ranging from i ounce up to 200 ounces in capacity. 

Beaker covers of convex glass (watch-glasses) will be found ' 
indi.^pcn sable. 

Funnels and Filtering:. — The best funnels are made of the 
best Bohemiiin or the best German glass. They come in a 
variety of sizes, ranging in capacity from i ounce to i gallon. 
They are ako made in a variety of different forms for special J 
puqioses. 
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There are a number of different makes of filter-paper, i 
which Sclileicher & Schuell's and Munktell's best Swedish are 
the best for quantitative work. 

Tlic best form of glass rods for filtering are made by cutting 
glass tubing into suitable lengths, and sealing the ends by 
means of the blast-lamp. They are light, and there is less 
liability of fracturing the beakers than in the case of solid- 
glass rods. 

In preparing a funnel for filtration the paper should always 
fit tight to the sides, and should be moistened with water after 
placing it in the funnel. In pouring a stream from the beaker 
on to the filter the stream should always be poured against a 
glass rod. The under side of the lip of the beaker should 
always be dry. In filtering, the rods should not have rubbers 
on the end, as they are liable to introduce organic matter into 
the solutions. Rubbers on the rods are used in cleaning the 
beakers, and sometimes in removing the last particles of a 
precipitate from the beaker or casserole. 

Always use as small a filter as will allow of the proper 
washing of its contents. In washing allow all the solution to 
run through the filter before adding any wash-water. Fill up 
the filter with the water, and allow that to run through before 
adding any more. By this means excessive quantities of wash- 
water m.^y be avoided. In washing by decantation, which is 
sometimes necessary, allow the precipitate to settle, decant as j 
closely as possible, pouring the solution on the filter; add! 
water, stir well, allow to settle, and decant again closely before " 
adding more wash-water. 

A filter-pump will be found a great convenience in a 
laboratory where many bulky precipitates are to be washed, 
Richards" filter-pump, for water-pressure, is the best where 
water- pressure can be obtained. Where water-pressure cannot 
be obtained Bunsen's filter-pump ts the best. 

After a precipitate is thoroughly washed the funnel should 
be removed with the filter from the filter rack, and the precipi- 
tate thoroughly dried with the filter before ignition. When a 
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(ilter-pump is used the precipitate and filter can be partially 
dried rapidly by draxviiig air through by means of the pump. 

Flasks.— The best flasks are made of the best Bohemian 
glass. A number of flasks of different sizes and different kinds 
will be found useful. Flat-bottom flasks of 8, 16, and 24 ounce 
capacity, provided with double perforated rubber stoppers, are 
useful for making wash-bottles. Pear-shaped flasks of 4 and 6 
oui\ce capacity will be found useful for copper determinations 
and for decomposing ores, etc. Filtering flasks of i and 2 
pints capacity, and of heavy glass, are useful, especially where 
the filter-pump is used. A set of volumetric flasks, accurately 
graduated, and provided with ground-glass stoppers, wi!l be 
indispensable for volumetric analysis. The following makes 
a convenient set : 50 cc, 100 cc, 250 cc, 500 cc, and 1000 cc. 
They should not only be accurately graduated, with two marks 
on the neck of each, one called the holding-mark (the capacity 
o( the flask when filled to that mark), and the other called the 
delivery-mark (the number of cubic centimetres the flask will 
deliver when filled to that mark), but. which is most important, 
they should be graduated so that they will bear the same rela- 
tive ratio to each other ; that is, the loo-cc. flask should hold just 
twice as much asthe 20OCC. flask, and the looo-cc, flask should 
hold just four times as much as the sjo-cc. flask when each is 
filled to the holding-mark. This is of the utmost importance 

■in volumetric analysis where aliquot portions are frequently 
taken. 
If it is desired to standardize a flask with great accuracy it 
can be done by counterpoising the flask on the balance with 
any convenient weight, adding weights to those on the balance 
to an amount corresponding to the desired capacity of the 
(iask, adding the proper amount of water, and marking the 
neck of the flask with the aid of a diamond or a good steel 
file. If an accurately standardized flask or pipette Js at hand, 
others of twice, thrice, etc., its capacity can readily be pre- 
pared. 

Pipettes and Burettes. — These are constantly used in 
^H volumeiric analysis. They arc best purchased already gradu. 
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atcd, but their capacity should always be tested, especially as 
against the other measuring apparatus on hand, and as against 
each other. 

To test the capacity of a pipette, fill it to the proper mark 
with distilled water of l6° C. run this water into a weighed 
flask or beaker, and weigh the amount delivered. This weight 
should nearly correspond in grammes to the capacity of the 
pipette in cubic centimetres. A slight difference should be 
allowed for the expansion of water between o° and 16° C. 
One cc. of distilled water at 16° C, weighs 0.99S8 gramme. 
In like manner the accuracy of a burette may be verified by 
weighing the amount delivered, taking any even number of 
cubic centimetres. 

A pipette should always be filled by suction to a little 
above the mark ; then, by closing the top with the finger, the 
liquid may be allowed to run slowly out until the lower part 
of the meniscus is at the line. It will then (if correct) deliver 
the number of cubic centimetres marked upon it. Pipettes 
may have both a holding- and delivery-mark, but if used for 
delivery only the holding-mark is unnecessary. 

There arc many different forms of burettes made, but those 
of Mohr and Gay-Lussac arc the most convenient, and gener. 
ally preferred. Molir's burette, provided with Geissler's glass 
stop-cock or the Gay-Lussac burette, should always be used 
(or solutions liable to decompose rubber. 

In a laboratory where the volumetric solutions are in 
constant use it is a good plan to have a separate burette for 
each standard solution, and attach it. by means of a siphon, 
of glass tubing, and a glass stopcock, to tiic bottle holding the 
standard solution. By tins means the burettes are readily 
filled, and do not have to be emptied and cleaned after each 
set of determinations. 

As the success of volumetric analysis depends largely upon 
accurate measuring, too much cave cannot be given to accu- 
rately graduating and reading the flasks, pipettes, and burettes. 

Tools. — A number of small tools will be required as 
follows: A set of three hammers, for pounding lead buttons. 
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flattening silver-gold buttons for parting, and cutting out 1 
samples of bullion, etc.; 

Siiovcls and pokers, and scrapers for cleaning out the muffle ; 

Crucible tongs, scorifier tongs, and cupel tongs, for fire- 
work. Small crucible tongs, for crucibles used in wet assays; 

Cold-ciiisels, for cutting out samples of bullion ; 

A small anvil or sleel plate, for hammering lead buttons 
and separating the buttons from the slag; 

Spatulas, for sampling, weighing out, mixing charges, etc. ; 

A set of small steel dies, from o to 9 inclusive, for marking 
bars and samples of bullion ; 

A pair of cutting shears and nippers, for cutting samples of 
bullion, etc. ; 

A pair of scissors, for cutting filter-papers, and a set of filter 
patterns; 

Files, for cutting glass rods and tubing, marking flasks, etc. ; 

An assorted lot of rubber stoppers, both perforated and 
plain ; 

An assorted lot of glass tubing and glass rods; 

An assorted lot of rubber tubing ; 
I I'latiiium-wire and platinum foil. 

Wliilst most o( the apparatus used in the analytical work 
can be purchased of tlic dealers, a great deal of it can be made 
in the laboratory with a little patience and ingenuity. The 
student should accustom himself to make such odd pieces 
of apparatus as he requires, as the chemist frequently needs 
apparatus, and cannot wait until it can be obtained from some 
distant dealer. 
I In purchasing apparatus and supplies always buy the best, 
' as cheap apparatus is dear at any price. Do not be extrava- 
gant in your purchases, as it is not necessary to have an 
immense amount of costly apparatus on hand in order to do 
good work. 
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The reagents used in both wet and dry assaying may be 
divided into the following general classes : 

Fluxes. — This class includes a large number of bodies, but 
generally they are substances which render others to which they 
are added more fusible, either by acting as solvents or as de- 
composing agents. They are either acid, basic, or neutral in 
their action. 

The following are the principal fluxes used in wet assaying 
or chemical analysis : 

Carbonaie of Soda (Na.CO,). This acts as a decomposing 
agent, and is used for the decomposition by fusion, either 
alone or in conjunction with other reagents, of silicates, etc 
It should be pure, and free from moisture. 

Carbonalt of Potnsaitm (K,CO,). This acts the same as 
sodium carbonate, with which it is frequently mixed. A 
mixture of the two carbonates in the proportion of their 
molecular weights is a most excellent flux for the decomposi- 
tion of certain silicates, clays, etc., which are difficultly decom- 
posed by either carbonate when used alone. The potassium , 
carbonate should be pure and free from moisture. 

Potastium Bisulphate (KHSO.)- This acts both as a de- 
composing agent and as an acid flux. Silica is not rendered 
soluble by fusion with this reagent, whilst iron oxide, alumina, 
etc., arc converted into a form which is soluble. 
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Sotfihm Hydrate (NaOH). This acts both as a decom- 
posing agent and a basic flux. It is used priticipall/ (or tlic 
decomposition o( sulpliides and sulpliatL's in tlie d<.-termination 
of sulphur. It is occasionally used (or the decomposition of 
certain silicates and oxides, and is particularly adapted to the 
decomposition of certain organic compounds, converting them 
into compounds which are soluble in water. 

Potassium Hydrate (KOH). This acts the same as sodium 
hydrate, and is used for the same purposes. 

Sodium Nitrate (_NaNO,). This acts as a decomposing 
agent, and also as an oxidizer. It sliould be pure, and free 
from moisture. The corresponding potash salt (KNO,) is also 
used for the same purposes. 

Hydrofluoric .-i«(^(HFl). This is one of the most power- 
ful decomposing agents, and by its means many silicates are. 
I decomposed, the silica being volatilited. 

The following arc the principal fluxes used in dry or fire- 
I assaying : 

Sodium Bicarbonate (NaHCO,). or the corresponding potas- 
Isium salt. Tlicse act as desulphurizing a>rents, as basic fluxes, 
f and ill some cases as oxidizing agents, they should be free 
from moisture and coarse particles. As they are readily 
fusible, they can retain in suspension a large proporiion of 
pulvrrized infusible substances without losing their fluidity. 

Borax, crystaliized {aNaBO,. B,0.. loH.O). This acts as 
an acid flux, and is sometimes used as a cover in plice of salt. 
As it contains a large amount of water, it is usually used in a 
^H-vitrificd condition. It loses its water readily upon fusion. To 
^Hprcpare the vitrifled borax (borax-glass), fuse it in an iron- or 
^H^alMiiied clay crucible, pour the fused mass out on a clean 
^^biirf^ce, and pulverize when cold. 

^H Litharge (?bO). Acts as a basic flux, an oxidizing and 

|^B^E**''ph>"'i2''^^ agent, and supplies the necessary lead in the 

■ ' gold and silver crucible assay. It should be free from red 

oxide of lead. White lead is sometimes used in its place. As 

it always contains silver, its silver contents shouM be deter* 

\ mined and deducted from the results of all silver assays. 
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SilUn (SiO,). This acts as an acid flu: 
dcreil i;laNM in ftub&liluitrd for silica. Lime-glass makes the 
bcKt flux, iiii(l wlicn u»cd Tor lead assays should be free from 
lead. 

Lead f-'lttx. This i» a mixture of sodium bicarbonate (i6 
parlrs), [>otn>iNium bicarbonate {i6 parts), flcur (8 parts), and 
boruX'^LiKA (4 jiaits). I'his acts as a flux, reducing agent, and 
deitilpliurizing a^ciit. It is especially useful in the lead assay, 
and frequently forms the basis of the charge in the crucible 
arniay of gold ami silver ores. 

Jihck Flux. Tliis consists of one part nitre and three parts 
•rgol (dc (la grilled). It is not much used. 

Black Flax Siil'stitufc. This consists of a mixture of flour 
(3 par(w) and sodium bicarbonate (10 parts). It is sometimes 
used in place of le.id flux. 

Potassium Cyanide (KCN). Acts as a powerful reducing 
linil dcsulpliui'izing flux. It is frequently used for tl)e dctermi- 
natiun of lead, tin, bismuth, and antimony by fire-assay. For 
ttiis purpose it should be quite pure, and free from sulphides 
nn<J snIpliAtcs. 

Ar/;iii (KHC.H.O,). Commercial bitartrate of potash. 
Thii uctH Bs a powerful reducing agent, and also as a basic 
flux. lis reducing power should be determined by fusion with 
litharge and sodium bicarbonate. 

CMiirffiaf [C). Acts as a reducing agent and desulphurizer. 
Its reducing power should be determined. 

Sittt (NaCI). Is used principally as a cover in crucible 
tssays. 

Xirrf (KNOJ. This acts as a basic flux and powerful oxhI- 
llJng agent. Its oxidiiing power should be determined. To 
dctciminc its oxiditing power, make up the folloxring charge, 
place it in a clay crucible, and fuse in a hot fire. Remove, 
|Kiur ii'-x^I. .in.l weigh the lead button. The diflerence be- 
~ M' the button obtained and that given in the 

:ie reducing power of the cham>al, divided 
I pover ot the niire per gtamiDe^ 
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Metallic Iron (Fe). Acts as a basic flux and desulpluirizing 
agent. Nails or iron wire about \ inch in diameter are the 
most convenient form. 

Metallic Lead{?\i). This acts as a basic flux and as a soIv< 
ent or collector of the precious metals in the assay of gold and 
silver ores. It is used in the form of granulated kad in the 
scoiification assay and in the form of sheet lead in the bullion 
assay. As it is never free from silver, its silver contents should 
be determined and the proper deduction made from the results 
of all silver assays. 

All of the above fluxes should be dry and pulverized. 

Solvents. — Whilst many of the fluxes described above act 
as solvents during fusion, only such solutions as act as sol- 
vents in wet analysis will be discussed. 

It'fl/^(H,0). Water used in quantitative analysis for so- 
lution, dilution, etc., should always be distilled. 

Hydrochbric Acid (WOi). This acts as a powerful solvent 
cither alone or in conjunction with other acids. Aqua regia 
(3HCI + HNO,) is one of the most powerful solvents, and the 
only acid in which gold and platinum are soluble to any great 
extent. It should be pure, and kept on hand of two strengths, 
concentrated and dilute. The specific gravity of dilute hydro 
chloric acid should be t.2. 

Nitric Acid ()\^Q^. Is a powerful solvent and oxidizing 
agent. It should be pure, and kept on hand in concentrated 
and dilute state. Fuming nitric acid is a most powerful oxid- 
izing and desulphurizing agent. The specific gravity of the 
dilute nitric acid should be t.z. 

Sulphuric Acid (H.SO,). Is a powerful solvent, and is 
extensively used both as a solvent and a precipitant. The 
■pedfic gravity of the concentrated acid is 1.84. The dilute 



^^■peafic ! 




A MANUAL OF PXACTICAL ASSAYING. 

acid is prepared by adding one volume of the concentrated 
acid to five voiumea of water. 

Wcf//i:(HC,H.O,). Ojrrt//V(H,C,0,).£riV«V(H.C.H.O,.H,0), 
and Tartaric Acidi tH,C,H,0,) are weak solvents, and are much 
used (or special purposes. Acetic acid comes in solution 
eillier as commercial, c. p. ordinary, c. p. glacial (59 p. c), or 
c. p. anliydrous. The other acids come in the crystalline 
form, either commercial or c. p. In makijig up solutions of 
these acids it is best to use an excess of the reagent and make 
a saturated solution. 

Ammonium Acetatt (NH.C,H,0,). Is a powerful solvent of 
lead salts, especially lead sulphate. The reagent is best made 
by adding strong acetic acid to strong ammonia-water until 
the solution is just acid, and then add a few drops of ammonia 
to render the solution alkaline. The corresponding salts of 
ammonia with citric or tartaric acids answer the same purpose, 
but are more expensive and no better than the acetate. 

Ammonia (NH.OH). Acts as a powerful solvent of chlo- 
ride and bromide of silver. 

SoiHnm Hyposulpkile {Na,H,S,0,). Is a solvent of silver 
chloride, and is used lai^ely in the Hxivialion o( silver ores. 

Potassium Cyanide (KCN), Is a solvent of gold and silver, 
and is extensively used in the leaching of gold ores. 

Ammonium Sulphide [{NH,),S]. \-^ a powerful solvent of 
the sulpiiidea of arsenic, antimony, and tin. 

Precipitants. — There are a great number of precipitants 
used in wet analysis. Only a few of the more important will 
be discussed. 

Barium Chloride (BaCI,). Is used principally , ; a precipi- 
tant for sulphuric acid. In making up the solution one gtr. of 
the crystalline salt is added to 10 cc. of water. One cc of this 
solution will precipitate 0.0327 gm. SO,. 

Hydrodisodic Pliospfiati- {}ii\,H?0^). Is used principally as 
a precipitant for masjnesia. In making up tlie solution 1 gm, 
of the crystalline salt is added to 10 cc. of water. One cc. of 
this aolmion witt precipitate 0.0112 gm. of MgO. 
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Ammonium Oxalate [{NH.)C,0.]. Is used principally as a 
precipitant for calcium. In making up the solution i gtn. of 
the salt is added to lo cc. of water. One cc. of this soltitioo 
will pTccipitatt: 0.0145 gm. CaO. 

Magnesia Mixture. Is used as a precipitant for phosphorus 
and arsenic. In making up tlie solution 1 gm. of MgSO, (salt), 
I gm. of NHCl (salt), and 4 cc, of ammonia are added to 8 cc. 
of water. One cc. of this solution will precipitate 0.024 ^S^ 
of P.O.. 

MolybJate Solution. Is used as a precipitant for phosphorus 
and arsenic. In making up the solution 1 gm. MoO, is dis- 
solved in 4 cc. of ammonia and the solution is poured into 15 
cc. of HNO, (sp. gr. 1.2). One cc. of this solution will precip- 
itate 0.0013 gm. of P.O.. 

Stiver Nitrate (AgNO,). Is used principally as a precipitaat 
for chlorine. In making up the solution I gm. of salt is added 
to 20 cc. of water. One cc. of this solution will precipitate 
CX0t04 gm. of CI. 

PotassiitiH Permanganate (K.Mn.O,). Is used as a precipi- 
tant of MnO, in the volumetric estimation of manganese. The 
solution is made up in tlie manner described in Part II, Chap- 
ter XVI. 

Ammonia (NH.OH). Is used as a precipitant of iron, alu- 
mina, etc., and is an indispensable reagent in the laboratory. 

The strongest conccniraltd ammonia has a sp. gr. of 0.88. 
This diluted with two volumes of water has a sp. gr. of 0.96) 
which is the reagent commonly used. 

AtHmoniuiM Crtrfo«f//c [(NHJ.CO,]. Is used as a precipi- 
I tanl of Zn, Mn, Fe. Ca, Ba, etc. Is an invaluable reagent. In 
\ making up the solution i gm. of the salt and I cc. of ammonia 
are addcil to 4 cc. of water. 

Ammonium Sulphide [(NH,),S3. Is used as a precipitant 
of Fe, Zn. M n, Ni, and Co. To prepare the solution pass a rapid 
L Current of pure sulphuretted hydrogen through a solution of 
■ Junmonia in the reagent bottle, Should be kept corked, and in 
I a dark, cool place. As it loses its strength rapidly, it is best 
I to prepare freshly from time to time. 
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Ammonium Chloride i^YiS-^- Is used in conjunction with 
ammonia as a precipitant of iron, etc. It is best to prepare a 
saturated solution. 

Sodium Carbonate (Na.Co,). Is used as a precipitant of Zn, 
Fe, Mn, Ca, Ba, etc. A saturated solution is usually used. 

Sodium Sulphide (Na,S). Is used principally as a precipi- 
tant of the heavier metals and as a solvent for sulphides of ar- 
senic, antimony, and tin. To prepare the solution add i gm. 
of salt to lo cc. of water. 

Sodium and Potassium Hydrates (NaOH and KOH). Are 
used as precipitants of Cu, Fe,Al,0, , etc. To prepare the 
solution dissolve i gm. of the salt in locc. of water. 

Sodium Acetate (NaC,H,0,). Is used as a precipitant of 
iron and alumina in the basic-acetate separation of these 
metals. The salt is generally used. 

Sodium Chloride (NaCI) and Sodium Bromide (NaBr). Are 
used as precipitants of silver in the volumetric estimation of 
silver (Part lII,Chap.lI)and in the special method for copper 
mattes (Part III, Chap. IV). 

Platiiiic Chloride (PtCl,), Is used as a precipitant of potas- 
sium. To prepare the solution dissolve i gm. of the mi:tal in 
aqua regia, evaporate to dryness and dissolve in i cc. HCl and 
9 cc. of water. One gramme of this solution will precipitate 
a048 gm. of K,0. 

HydHc Sulphide (Sulphuretted hydrogen, H,S). Is used 
principally as a precipitant of the heavy met-ils. To prepare 
the gas add dilute sulphuric acid to pure iron sulphide. The 
gas should be washed by passing it through water before using. 
If pure iron sulphide is not at hand it can be prepared by fus- 
ing iron nails with sulphur in the proportion of about i part 
iron to 2 parts sulphur, by weight. A very convenient gen- 
erator is shown in Figure 13. 

Sulphuric Acid (H,SO,). As a precipitant, is used princi- 
pally to precipitate barium. One cc. of the dilute acid will 
precipitate c.4291 gm. Ba. 

Metallic Zinc (Zn). It is used for the precipitation of Pb, 
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Cu, As, Sb, Ag, and Au (from cyanide solutions). The zinc 
should be free from these metals, and free from iron when used 
for the reduction of iron solutions. It is used in the form of 
sticks, sheets, or as granulated, zinc. To granulate, melt some 
bnr zinc in a clay crucible, skim ofT the surface, and pour into 
cold water from a considerable height. 

Aftlallic Copper (Cu). Is used as a precipitant of mercury. 
Comes in the form of thui foil and sheets. 

Metallic Aluminium (Al). Is used as a precipitant of Cu 
and Bi. Comes as foil. 

Alelallic Lead (Pb). Is used as a precipitant for cop- 
per. Either sheet lead, or preferably granulated test-lead, ts 
used. 

Pure materials should always be used. In making up the 
solutions distilled water should be used. The salts obtained 
from the dealers and labelled " chemically pure " are seldom 
absolutely so, and often afford a sediment or precipitate when 
the solutions are allowed to stand. Hence it is best to prepare 
llie solutions in bulk and filter them oH after they have been 
allowed to stand for some time. Tests should always be made 
for such impurities as are liable to interfere, or cause error in 
the analyses. If such impurities are found, the amount will 
have to be determined and an allowance made for it in the 
work, either by carefully measuring the amount of reagent used 
and making the proper deduction from ihe result o( the analy- 
sis, or by running a blank analysis. The latter course is gen- 
erally preferable where really accurate results are required. In 
running a blank analysis the same amounts and kinds of re- 
agents are added to the proper amount of water as are used in 
the regular analysis. The solution is boiled, filtered, etc., as in 
the regular analysis. The weight of the final precipitate ob- 
tained in the blank analysis should be deducted from the 
weight of the precipitate obtained in the regular analysis. 

Reducing Reagents.— To this class belong those bodicB 
which have the power of removing oxygen from its com- 
pounds. They are the reverse of oxidizing reagents. 
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The principal reducing reagents used in fire-assaying i 
as follows; Cliarcoal, Argot, Flour, Starch. Sugar, Potassium 
Ferrocyanide, and Potassium Cyanide. They have been dis- 
cussed under the head of ■' Fluxes." 

The following arc the principal reducing reagents used in 
wet analysis; 

Hydrogen (H), This is the most powerful reducing agent. 
Is used in the form of a gas, which sliould be dry and free from 
impurities, such as arseniuretted hydrogen. It is best prepared 
by treating zinc, or iron filings, with dilute sulphuric acid. 
Sometimes dilute hydrochloric is substituted for the sulphuric 
acid. Tile gas is frequently generated in the solution to be 
reduced as in the case of the reduction of a solution of ferric 
sulphate to ferrous sulphate in the determination of iron. (See 
Part II, Chap. XVI.) 

Sttlplmretted Hydrogen (H,S). Is a powerful reducing agent. 
The gas is generated in the manner described under the head 
of '■ Precipitants." 

Sodimn Sitlj-hitc (Na.SO,). This is a good reducing agent. 
It i:i frequently used for the reduction of ferric solutions. It 
separates Arsenious Sulphide, which is soluble in it. from the 
sulphides of antimony and tin, which are insoluble in it. 

Stannous Chloride (SnCl,). This is frequently used for the 
reduction of iron solutions for the volumetric estimation of 
iron. (See Part II, Chap. XVI.) 

There are many organic compounds, as solutions of sugar, 
tartaric acid, etc., which serve as reducing agents. 

Oxidizing Reagents.— Under this heading are comprised 
all bodies which readily yield up their oxygen. 

The principal oxidizing reagents used in fire-assaying are 
Nitre, Litliarge, Sodium Bicarbonate, and Ferric Oxide. 

The principal oxidizing reagents used in wet analysis are 
the following: 

Oxygen (O). This is the most powerful oxidizing agent, 
and is generated or produce<i in various different ways. 

Chlorine (CI). Is a powerful oxidizer, and is readily gener- _ 
ated by treating bleaching-powder with sulphuric acid. 
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convenient oxidizing 
agent. !t is purchased in the hqviid form, and is generally 
used as bromine water (water saturated witli bromine). 

Potassium Permanganate (K,Mn,0,). Is a powerful oxidiz- 
ing agent, whicli is largely used iii volumetric analysis. The 
standard solutions are made up as described for the determina- 
tion of iron ^Part II, Chap. XVI). 

Potassium Bichromate (K,Cr,0,). Is a powerful oxidizing 
agent, which is largely used in volumetric analysis. The stand- 
ard solutions are made up as described for the determination 
Of iron {Fart 11, Chap. XVI). 

Nitric Acid (HNO,). Is a very powerful and convenient 
oxidizing agent, and is largely used for the oxidation of 
precipitates. Fuming nitric acid is the most powerful. It 
should be kept in a cool dark place and should be handled 
carefully. 

Putassium Ckiorate (KCIO,). Is a powerful oxidizer, yield. 
ing its oxygen with facility. Is largely used as an oxidizer in 
fusions and for solutions. 

Sodium Nitrate (NaNO,). Is largely used as an oxidizing 
agent in fusions. The corresponding potassium salt (KNO,) 
may be substituted for the sodium salt. 

Hydrogen Peroxide (H,0,). Is a very powerful oxidizing 
agent. The objection to the use of this reagent is the difficuliy 
of obtaining it in the pure state and its liability to undergo 
decomposition, tt soon losing its strength. 

Ammonium Nitrate (NH.NO,). The salt is readily decom- 
posed upon ht-ating, and is a good oxidizing agent. 

Iiuiicators. — There are a number of color indicators 
which are extremely useful in volumetric analysis. These are 
fully discussed in Chapter XIII, AciDlMETRV AND Alkau- 
METRV. 

To the above classes of reagents might be added those 
which act as sulphurizing and desulphurizin;; agents. Tiicse are 
mostly included in the above, the principal sulphurizing re- 
agents being sulphur and sulphuretted hydrogen, and the prin- 
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cipal desulphurizing reagents used in the wet way being the 
oxidizing reagents. In the dry way the principal desul- 
phurizing reagents have been discussed under the head of 
Fluxes. 

For a complete discussion of reagents, their preparation, 
etc., see Fresenius' *' Qualitative Analysis. ' 



PART 



CHAPTER I. 



SILICA (SiO.). 



The method to be pursued in the determination of silica 
win depend on the character of the substance on which the 
dcteTmiimtion is made. Tlie following methods are extensively 
used in many of our metalhirgicat works: 

Iron Ores — Most oxidized iron ores are decomposed by 
heating in abealccrwilh concentrated iiydiocliloricacid. Evap- 
oration to dryness is not necessary, and is to be avoided except 
where the ore gives up gelatinous silica on lieatitig. VVlien evap- 
oration to dryness is necessary, the evaporation should be finished 
at comparatively a low temperature, preferably on the watcr- 
b»th, otherwise some of the iron is liabk' to be converted into an 
insoluble form. After evaporation to dryness the mass is taken 
up with a small amount of hydrochloric acid and boiled. It is 
tlieti diluted with distilled water and filtered, transferring the 
silica to the filter-paper with the successive additions of wash* 
water. When the washings are free from chloride of iron, 
which can be determined either by the yelloxv color of the 
filtrate or by testing with a solution of ammonium sulphocy- 
anale, which should turn red If iron is present, a few drops of 
dilute hydrochloric acid are dropped around the edges of the 
filter-paper, and the paper and contents washed a few times 
with boiling distilled water. This addition of hydrochloric 
acid to the filter-paper and subsequent washings is a precaution 
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necessary to dissolve any trace of iron, calcium sulphate, ctc.7 
which may have remained on the filter with tlie silica. The 
filter and its contents are then removed from the funnel, tlie 
paper being folded so as to thoroughly envelop its contents. 
It is then placed in a small porcelain crucible and ignited in the 
muffle furnace or over the blast-lamp. Previous drying of tlie 
paper and its contents is unnecessary. One gramme of the ore 
is the amount usually taken. A very convenient vessel for the 
solution and evaporation of the ore is a porcelain casserole, of 
about lOO cubic centimetres capacity, provided with a handle. 
Some ore, such as chromic iron ore, and magnetites carrying 
considerable titanium, will not be thoroughly decomposed by 
simple treatment with acids. In such a case the best method 
of procedure is to fuse the insoluble residue, after previous 
ignition, with c. p. carbonate of soda* in a platinum crucible, 
one to two granimes of carbonate being generally sufficient 
where one gramme of ore has been taicen, or the ore may be 
fused directly with sodium carbonate and the silica determined 
as usual where a fusion is made. 

The fusion can be made over a blast-lamp or in the mufHe. 
It should be complete, which will be indicated by the mass 
being perfectly liquid and quiet. Ten to twenty minutes will 
generally be sufficient time to bring the fusion to completion. 
During the last few minutes the crucible and its contents 
should be raised to a high temperature. 

When the fusion is complete the crucible is removed from the 
source of heat, and its bottom is dipped in cold water in order 
to chill the mass quickly. The (used mas<; is removed from 
the crucible by boiling water added froiH a wash -bottle. 
Slightly bending the crucible a few times with the fingers will 
greatly facilitate the removal, and will not injure the crucible 
if proper care is exercised. The washings and mass are poured 
off into a casserole provided with a convex glass cover, and 
hydrochloric acid added in slight excess. The solution is then 
evaporated to dryness, the evaporation being cnmpletcd at 
il parts of ■odiutu aad polatsiuni 
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temperature not much above that of boiling water, otherwise 
the mass is likely to spit, and consequently tliere will be a loss. 
The mass is then heated at a temperature of about 120° C, until 
all the free hydrochloric acid is driven off. It is then taken up 
with water and a few cubic centimetres of hydrochloric acid, 
boiled, filtered, washed, ignited, and weiijlied. 

Silver-Lead Ores. — One gramme of ore is usually taken. 
If the ore is oxidized, this is dissolved in seven cubic ccnti- 
inetres of hydrochloric acid and treated in ihe same manner as 
in the case of iron ores, the precaution being taken to remove 
the lead and silver in the manner described below. If the ore 
is a sulphide, it is best to dissolve in four cubic centimetres of 
strong hydrochloric acid, three cubic centimetres of strong 
nitric acid, and evaporate to dryness. 

It is then taken up with a few cubic centimetres of hydro- 
chloric acid, boiled, and diluted witli distilled water. The 
solution is then filtered off on to a filter paper by decantalion, 
and after all the chloride of iron, etc., is renioved, about six or 
seven cubic centimetres of a warm solution of ammonium 
acetate added to the casserole, and its contents stirred with a 
glau rod provided with a rubber on the end. The ammonium 
acetate dissolves the sulphate and chloride of lead present, and 
the stirring serves to break up any clots of these salts which 
might not otherwise go into solution. Two additions of am- 
monium acetate are generally sufficient to dissolve all of the 
lead, although a third washing may sometimes be necessary. 

The ammonium acetate is usually prepared as follows: 
Some ammonia is poured into a beaker, and then acetic acid is 
added until the solution has an acid reaction, which is deter- 
mined by a piece of litmus-paper. The solution prepared in 
this way i« quite warm, owing to the heat generated by the 
combination of the acetic add and ammonia, and is ready for 
immediate use. 

After all the lead is removed the silver may be removed by 
treating with a few drops, or cubic centimetres t( much silver 
IS present, of ammonia. 

The insoluble residue remaining ui the casserole is now 



washed on the filter with warm water, the filter washed once 
more, and a few drops of dilute hydrochloric acid poured 
around its edges. Tiie filter and its contents are now wasiied 
again with warm water, and are then ready for ignition and 
subsequent weighing. 

For technical work the insoluble residue will generally be 
sufficiently close to the true amount of silica present to be 
considered as sucli. When an ore contains silicate of alumina or 
other insoluble compounds, if an accurate determination is 
required it can be made by fusion with sodium carbonate, as 
in the case of iron ores. 

On many ores a direct fusion of the ore with acid sulphate 
of potassium (KHSO,) yields very good results. To make 
this fusion one gramme of ore is mixed with five grammes of 
potassium bisulphate in a porcelain crucible. The ore and 
flux should not fill the crucible much more than one-third full. 
The contents are then heated over the flame of a Bunscn 
burner or spirit-lamp until the fusion becomes quiet. The 
heat should be low at first in order to prevent loss by rapid 
boiling, and should be gradually increased until it is at a dull 
red. The fusion will usually take about fifteen minutes. When 
it is completed the crucible is removed from the source of 
heat and allowed to cool. When sufficiently cool the mass is 
removed from the crucible by boiling water and about thirty 
cubic centimetres of water added, and the whole brought to a 
boil in order to thoroughly disintegrate the mass. The solu- 
tion is then ready for filtration and subsequent ignition, which 
is performed as before, more careful or longer washing with 
ammonium acetate being required if lead is present, as the 
lead is all in the form of sulphate. 

Slags. — In the case of lead slags the method to be pursued 
will depend on the manner in which the sample was taken. If 
the sample was taken on a rod * and chilled suddenly the silica 
maybe determined by treating half a gramme in a small casse- 
role of about lOO cubic centimetres capacity, with about two 
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cubic centimetres of water, and stirring with a glass rod, then 
adding two or three cubic centimetres of strong hydrochloric 
acid and stirring again. Tliis addition of water and stirring 
prevents the slag coagulating and sticking to the bottom of the 
casserole, which it would otherwise do, and consequenlly would 
be difficult to decompose, A few drops of strong nitric acid are 
now added, the casserole being covered with a convex glass to 
prevent loss by effervescence, and the contents stirred again. 
Sufficient nitric acid should be added to decompose whatever sul- 
phides are present and oxidize the iron, leaving a slight excess of 
nitric acid in solution. A considerable excess of acid is to be 
avoided, as this would only prolong the evaporation, and cause 
loss of time. The mass is tlien evaporated to dryness, care 
being taken not to raise to such a temperature as to cause 
the gelatinous silica to spit. The subsequent driving off of 
the free hydrochloric acid may be facilitated by breaking up 
the lumps with a glass rod, and also by moistening with a few 
drops of water once or twice, and heating to dryness again. 
It is essential that all of the free acid and water should be driven 
off, in order that all of the silica may be rendered insoluble. 
After the first evaporation to dryness the casserole can be re- 
moved to a warmer place, care being taken not to heat to such 
a degree that the iron will be rendered insoluble. If iron is to 
be determined in the filtrate from the silica, the mass should 
not be heated to a temperature much over iio° C, as chloride 
of iron is volatile at quite a low temperature. After the free 
hydrochloric acid is driven off the casserole is removed from- 
Ihc source of heat, and the mass moistened with a little watery 
and about two cubic centimetres of hydrochloric acid added. 
The contents of the casserole are then brought to a boil. 
After diluting with water the silica can be filtered off, dried, 
ignited, and weighed, as in the case of silver-lead ores. 

The silica should be white, and there should be no gritty 
particles in the bottom of the casserole after solution. In the 
analysts of something over a thousand different samples of lead 
blast-furnace slags the writer has never yet encountered a slag 
Lwhidi did not yield to this method of treatment, except in the 
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case of slags containing barium. If the slags contain bartuav"' 
some sulphate of barium, which is insoluble, will invariably be 
formed when the sulphides are oxidized with the nitric acid, 
and be precipitated with the silica. 

This method of decomposing lead siags has been tested by 
the writer and others, a number of times, by fusing the insol- 
uble residue, obtained as above, with carbonate of soda, and 
determining the silica in the regular manner, with results 
agreeing so closely with those obtained by weighing the in- 
soluble residue as to prove the accuracy of the method — at 
least for all technical purposes. 

A determination may be made in this way in less than forty 
minutes. In case the slag contains barium, a good method of 
procedure is to weigh the insoluble residue, and fuse it with 
about a gramme ant! a half of carbonate of soda in a platinum 
crucible. The fused mass is then removed from the crucible, 
and dissolved in water by boiling. It is then filtered through 
a small filter, and washed thoroughly witli warm water to 
remove all the silicate and sulphate of sodium. This can be 
determined by acidifying the washings with a few drops of 
hydrochloric acid, heating, and adding a few drops of barium- 
chloride solution. The carbonate of barium is then dissolved 
on the filter-paper with dilute hydrochloric acid, and several 
subsequent washings with warm water into a clean beaker, 
and after bringing the soluiion to a boil the barium is precipi- 
tated by the addition of a few drops of sulphuric acid, and de- 
termined as barium sulphate, as described in Part II, Chapter 
XXV. 

The weight of the barium sulphate thus determined may 
be deducted from the weight of tlie insoluble residue, the dif- 
iference being considered as silica. This determination of the 
silica by difference is generally considered sufficiently accurate. 
If greater refinement is necessary, the silica may be determined 
directly in the filtrate by acidifying with hydrochloric acid, 
and evaporating to dryness, a« in the case of an ordinary 
fusion for silica. This evaporation takes considerable time on 
account of the bulk of the liquid, and liability to loss through 
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spitting, unless the evaporation takes place slowly, (See 
determination of silica in slags, etc.) An excellent method 
for tecUnical purposes is described in Chapter XXV, page 
225. 

The same method may be used for the determination of 
silica in ores containing barium sulphate. The chemist will 
sometimes be called upon to analyze dags where the sample 
has not been taken in the manner described, as, [or example, a 
piece of lump slag l^ioken from a cold pot or cone. In this 
case the slag will very rarely be decomposed by direct treat- 
ment witli acids. A direct fusion of the slag in platinum is not 
safe, as there is a liability of the lead, which the slag contains, 
attacking the crucible. Tiiis difficulty can geneially be obvi- 
ated in the following manner: Mix one half a giiimme of the 
slag with about one and a half grammes of sodium carbonate, 
and transfer to a small platinum dish (of about 25 cc. capacity). 
Place in the muffle, and heat till the mass cinters together, 
care being exercised not to heat sufficiently long or to a suffi- 
ciently high temperature to fuse tlie mass, or else the lead is 
liable to be reduced and injure the platinum. As soon as the 
mass has cintered, remove from the muffle and cool. If the 
cintering has been properly performed the mass will almost 
invariably be decomposed by the addition of water and liydro- 
cliloric and nitric acids, when the silica may be determined in 
tlic manner described above. A platinum crucible may be 
u&ed in place of a dish, but a dish is preferable, inasmuch as if 
a crucible is used the mass is liable to fuse around the edges 
before it has begun to cinter. When barium is present fuse 
the insoluble residue as before. 

Iroa Blast-furnace Slags. — The first method described 
above docs very well for the determination of these slags for 
technical purposes, the sample when taken being suddenly 
chilled. According to some authors, the decomposition is not 
as good as in the case of lead-slags, but from all the results 
which the author has seen he would say that they were 
sufRcienily close to check the workings of the furnace, for 
which tlic determinations are usually made. When the sample 
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hat( not been suddenly chilled on taking, tlie best method is to 
(uHc one liiiif a grtnimo of finely pulverized slag with about 
tlircc grammes of sodium carbonati;. Rtmove fused mass 
from tlic crucible, and determine as in the case of fusion of 
iron circ>. 

Copper-furnace Slags. — These may be treated in the 
same manner as lead slags. 

Fused Ore. —This may be sampled and treated in the 
name way as lead slags. Whether the chilled sample of ore 
will be decomposed in acids or not, depends upon its composi- 
tion uiiil the completeness of the fusion before the ore was 
drawn from the furnace. Very frequently it will not decom- 
pose. Under these circumstances, the insoluble residue which 
\% free from lead, must be fused with sodium carbonate and 
the Nilicn determined as before. 

Mattes. — These will seldom decompose completely in 
acid.H, owing to the slag which is mixed with them mechani- 
cnlly. Generally the insoluble residue will have to be fused 
with sodium carbonate if an accurate silica determination is 
required. 

Limestones. — As the silica of most limestones is present 
tn the form of slate or quarti, the insoluble residue will gener- 
ally represent the amount of silica present The limestone 
nhouUI be dissolved in hydrochloric add, using about 6 to 7 
cc. of acid for 1 gramme of limestone, — the amount generally 
taken, — and a few drops of nitric acid to decompose any pyrite 
that may be present. In the case of a limestone carrying day, 
the insoluble residue will have to be fused with sodium carbon- 
ate, as above. 

Fireclays, Marls, etc — As these substances contain sili- 
cate of alumina, which is not decomposed by acids, 1 gramme 
o( the substance is fused direct with about $ or 6 grammes of 
e of soda, and the silica determined as usual. When 
k i* al«o to t>e determined, the insoluble residue can 
mined by cva}>oralion with adds, as in the case 
The silica is then determined b>- fusion with 
t «s beiore, t)^ dificrcncc bc<«vcn tlie per- 
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centagc of silica and the percentage of insoluble residue being 
the percentage of aluinina (Al.O,). Wlien barium is present, 
the inethod of procedure after fusion of the insoluble residue 
is the same as in the case of the determination of silica in lead 
slags containing barium. 

AW<*. — In nearly all cases where an ore or product does 
not contain lead and a fusion is necessary to decompose it, the 
fusion may be made directly, thus frequently saving time. 
Where an ore is known to contain silicate of alumina, and the 
alumina is to be determined, it is best to obtain the insoluble 
residue, weigh it, and then fuse, determining the silica as 
before and the alumina by di£Eercnce, or directly in the filtrate, 
from the silica. 

Pig-iron, Steel, etc. — The following method, proposed by 
Dr. Drown,* for the determination of silicon in pig-iron, etc., 
is used in some of our largest metallurgical works, and is as 
accurate and rapid as any: 

Treat ; gramme of finely pulverized iron or steel in a cov- 
ered casserole with lo cc. of water and about 8 cc. of concen- 
trated nitric acid, until action ceases. Add 4 cc. of sulphuric 
acid and heat on an iron plate or sand-bath until the nitric 
acid is all e.xpelled. This evaporation can bo facilitated by 
conducting it in a platinum dish with a strong flamed Bunson 
borner below and another from a blast-lamp <ibovc, the latter 
flame being directed downward upon the surface of the solu- 
tion in the dish. 

When ihe evaporation is complete, which will be indicated 
by dense white fumes of sulphuric anhydride, the silica will 
all be insoluble. Remove from the source of Jieat and conl. 
When the contents of the dish are cold, add cold water, about 
40 cc. carefully, to prevent spitting, and a few cubic centi- 
metres of hydrochloric acid. Heat, filler, wash, ignite, and 
weigh as usual. The addition of considerable water and 
hydrochloric acid ia necessary to dissolve the ferrous sulphate 
formed during evaporation. After the silica is transferred to 
of [he Americaa ImtUuic of Miniag i 
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the filter, it should be thoroughly washed with hot water and 
hydrochloric acid, as in iron ores. In the case of fciro-silicons 
where the percentage of silicon is high, this treatment with 
acids will fail, except by repeated additions of fresh acid and 
repeat c;(l cva[)orations. In this case a shorter method is to 
fuse I i^ramme of the pulverized metal with sodium carbonate 
in a covered [)latinum crucible. The silicon is converted into 
a sotliiun silicate and the spongy iron remains in a fincly- 
diviiUil condition, and is readily attacked by acids. After 
fusion is complete, remove from heat, cool, and dissolve \\\ 
hot water and hydrochloric acid. Evaporate to dryness, and 
deteinniu? silica as in fusion of iron ores. 

I'he silicon is determined as silica and weighed as such. 
l^Vom the weight of the silica calculate the percentage of sili- 
con as follows: Multiply the weight of the silica found by 7 
ami ilivide the result by 15; the quotient will be the weight 
of the silicon in the amount of substance taken. 

Note. — The purity of .silica can always be tested in the 
followiuLT manner: Brush the insoluble residue into a weighed 
platinun) crucible, moisten with pure concentrated sulphuric 
aciil, and add one gramme of ammonium fluoride. Place the 
liil iM\ the crucible and incline it in its support; then heat 
gonilv l>y a burner or spirit-lamp, allowing the Hame to play 
aiomul the top of the crucible. Continue this heating (it 
shv^uul always be performed under a hood with a good draught) 
unld all tiie >u'phuiic acid is exinlled. Then heat the crucible 
stiv^;>:;!y» lemovii^i^ tr.e cover towards the last of the operation, 
Cvv^l aiul weii^h the cr\:v.ible» and repeat the operation, if nec- 
rs^atv. ui*.til tae ciucible ceases to lose weiiiht. The lo>s in 
Wvii^l^t »ei>re<etUs the silica exoelled as silicon fluoride, and if 
the sti'ca a< previously determined was pure, should equal its 
wei;;h:. Waatever rematrs in the crucible, if anything, may 
Ik* alat«i!u, bartuin sulphate, ferric oxide, etc. If these con- 
stit'sients are tv> be determined, thev mav be obtained in 
s\>la!io*>. with the exception of barium^ x>y fusing with add 
potassium sulphate^ • 

TitaniterOttS Oras«r— Many itoo ores, especially magnetites^ 
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contain considerable quantities of titanium. None of the 
above methods will serve to thoroughly decompose such ores. 
The following method, proposed by Dr. Drown,* is in general 
use: Fuse 1 gramme of ore in a platinum crucible with sodium 
carbonate. Dissolve in warm water and hydiocliloric acid, 
and after solution is effected add an exce.ss of sulphuric acid 
(40 cc) and evaporate until all the hydrochloric acid is driven 
off. thus rendering the silica insoluble. Dissolve the ferrous 
sulphate in water and hydrochloric acid, heat to effect solution, 
61ter, wasli with warm water and hydrochloric acid, ignite, and 

I weigh the silica. 

I Nolt. — The best Swedish and German filter-papers, such 
as Schleicher & Schuell's c, p. paper, leave such a small quan- 
tity of ash after ignition that the weight of the filter-ash may 
be disregarded when this paper is used. Should pure filter- 
paper not be at hand, the ash of the paper should be deter- 
mined as follows: Place about six pieces of the paper to be 
used in a glass funnel, and wash witii warm water containing 
several cubic cen-tiinetres of hydrochloric acid. After washing, 
roll tlie paper together, placi- in a cnrcible, dry, ignite, and 
weigh. From the total weight calculate the weight of one 
piece of paper. The weight thus obtained should be deducted 
from the combined weights of the silica and fiUer-ash in each 
determination. 
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SULPHUR (S). 

Whilst there are a great many methods in use for the de- 
termination of sulpiiur in ores, furnace products, etc., the author 
must confess, after having tried a great number of different 
methods, that he has not as yet found a method which is accu- 
rate and at the same time rapid. 

Fahlberg:- lies' Modified Method. — This method was first 
proposed by M. VV. lies* for the determination of sulphur in 
certain organic compounds which are extremely difficult to 
decompose by ordinary means, such as treatment with acids or 
an ordinary fusion. It consists in decomposing the substances 
by fusion with caustic alkah, subsequent solution of the fused 
mass ill water, oxidation of the sulphur, and determination as 
barium sulphate. The method is largel)' used for the determi- 
nation of sulphur in ores and furnace products,-}" and is accurate 
if the precaution is taken to remove all of the silica which the 
solution may contain before addition of the barium solution. 
This is a precaution which is not mentioned by the author of 
this method or by any of the text-books, but is a precaution 
which the writer has found by numerous experiments to be 
essential, owing to the fact that if the silica is not removed a 
large portion of it will be precipitated together with the barium 
sulphate and be weighed as such. The method as modified by 
the writer is as follows: 

Fuse i.o gramme of substance with from one to two sticks 
of potassium hydrate (the c. p. caustic potash by alcohol should 

* School of Mines Quarierly: American Chemical Journal; eic. 
t School of Mines Quarterly. 



be used, as any other generally contains sulphur. It should 
always be tested for sulphur, to be sure that it contains none) 
in a silver crucible {a crucible lined with gold is preferable, as 
the alkali generally attacks the silver of tiie crucible to a slight 
extent) over a spirit-lamp. The best method of making the 
fusion is to place the potassium hydrate in the crucible and 
heat over the spirit-lamp (gas cannot be used, as it always con- 
tains sulphur compounds) to quiet fusion. Then remove the 
lamp from underneath the crucible, brush the substance into it, 
and heat for from 5 to 30 minutes until the substance is 
thoroughly decomposed. Remove the crucible and allow it to 
cool; as soon as cold dissolve the mass out with warm water 
into a beaker, and when it is all transferred to the beaker bring 
its contents to a boil and filter through a ribber filter-paper. 
Wash with boiling water until the washings come through free 
from sulphides or sulpliates. Add from 20 cc. to 40 cc. of 
bromine water to the filtrate and heat to about 90 degrees C, 
snd then acidify with hydrocliloric acid. If the substance con- 
tains silica, it will now be in solution, and must be removed by 
evaporating the solution to dryness, heating and dissolving 
with water and hydrochloric acid, and filtering off the silica thus 
rendered insoluble. (See Chapter I.) 

To tile filtrate from the silica, after boiling, add a solution 
of boiling barium chloride until all of the sulphur is precipitated 
as barium sulphate. By heating the solution of barium chlo- 
ride, before adding it to the solution, the barium sulphate is 
precipitated almost immediately, which is not the case if a cold 
solution of barium salt is used. After the addition of the 
barium chloride the solution is brought to a boil and then re- 
moved to a warm place and allowed to settle. After settling, 
it is filtered, washed thoroughly with boiling water, and then 
with a few drops of dilute hydrochloric acid dropped around 
the edge of the paper and again twice with hot water. It 
should be washed until the washings no longer give a precipi- 
tate with silver-nitrate solution. 

The precipitate is now dried, together with the filter-paper, 
and when dry transferred to a crucible by inverting the filter- 
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papcx 19 tbe crucible and gently rolling in tb? fi nger s (Soc 
Cbaptcf XXV, huxiuta.f The crucible shooid be priced on a 
large clean walcb-gUias &o that any particles which Taay fly tiut- 
»de of the crodtilc can be recovered. After all that is possi- 
ble iii removed from the fijter-paper, it is rolled up and 
placed on tlie lid o( a platinum crucible and burned by 
holding the platinum over tlie flame of a boTDcr or epirit-Iamp, 
The avli of the filter-paper is then added to the contents of the 
crucible, and the whole ignited in the muffle or over the blast- 
lamp. The crucible ■& then cooled and its contents should be 
found perfectly white. The precipitate is now transferred from 
the crucible to the watch-glass of the balance and ueigbed. 
The weight of the barium sulphate, less ihe known weight of 
th« fiitcr-ash, multiplied by 0.13734, ^^'H ^^ the weight of the 
sulphur prcftcnt in the amount of substance taken. 

When silica n not present the evaporation to drj'ness of the 
filtrate from the solution of the fusion can be omitted, thus 
greatly shortening the method. Tliis method is universal tn its 
Ipplicatioiii but uiiforluiiately requires considerable time, ow- 
ing to the time required to evaporate the solution to dryness, 
and drive off the free hydrochloric acid for the precipitation of 
the ftilicii, which must be conducted slowly on account of the 
large iimoiint of salts present. When evaporation to dryness 
U not necessary, a detcrmin,uion may be made in less than an 
hour (ind a IkiIF. 

Second Method. — The following method is frequently used 
In lend- and toppcr-smclting works for the determination of 
milplnir, nnd whiltit it J* not as accurate as the method pre- 
vloujtly described. It has the advant.ipc of beinj; rapid, and con- 
sequently would be used where time for an accurate determina- 
tion It not available : 

Trc.it one prammc of ore in a flask (about 200 cc. capacity) 
with three to four gnimmcs of potassium chlorate and 7 cc. of 
nitrii aciil. the acid being added as follows: About 3 cc. at 
tifHt, iiiid ihen t cc. from lime to time. When all the acid 
hu'' been uddcd, heat to boiling on a sand-bath and evaporate 
excess of acid. All but about 2 cc. of acid should be 
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expelled. The potassium chlorate and nitric acid oxidize the 
sulpiiar in the ore. and in the case of a heavy sulphide more 
potassium chlorate may be necessary. The solution, after 
boiling, should show no un decomposed particles of sulphides 
and no globules of yeliow sulphur, which will sometimes form 
if the oxidation has been imperfect. -Remove from the source 
ol heat, dilute with about 50 cc. of water, and add a saturated 
solution of sodium carbonate in excess. The sodium carbonate 
precipitates the lead, iron, etc., and the excess is added to 
decompose the sulphates of lead and calcium whicli may have 
fonned during solution. Boil for from thirty minutes to one 
addinj^ water from time to time to iieep the bulk of the 
solution about the same. Filter through a fluted filter into a 
beaker, and wash until the wasiiiiigs no longer show llie pres- 
ence of sulphuric acid. Acidify the filtrate with hydrochloric 
acid, and boil to expel the carbonic acid. When tht- carbonic 
atid is all expelled the solution is ready for the piecipitation 
of Che sulphuric acid witli barium-chloride solution, and the 
determination of the batium sulpiiate as before. If the ore 
ins barium sulphate it will remain undecomposed with the 
precipitate of mixed carbonates. 

Matte Fusion. — The writer has frequently had occasion to 
lake use of this method to obtain data upon which to calcu- 
tc a furnace charge when time was wanting in which to make 
I accurate sulphur determination. 

This assay is made in order to determine the amount of 
Iphur, or matte-forming material, which an ore contains. It 
at best only an appro.ximation, but generally gives a result 
rhich is a sufficiently close approximation to the actual amount 

matte which an ore will produce in the blast furnace to be 

value for metallurgical purposes. It has the advantage of 
ing a rapid method, which is frequently of the utmost impor- 
ice in a smelting-works. This method takes about 20 
linutes, whilst a sulphur determination in the wet way, even 
jthtn reasonably clone limits, cannot be made in much less 

,n an hour and a quarter. 
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A charge which will generally give very good results is as 
follows: B 

Ore 5 grammes, ^^H 

Borax glass 15 ^^^H 

Charcoal 3 ^^^| 

One or two nails, points down, ^^^H 

The charge is thoroughly mixed in an ordinary clay crtici- 
ble and placed in the furnace, the time of fusion with a hot fire 
being about 15 minutes. After the fusion is complete the 
crucible is removed from the furnace, the nails drawn out, and 
the assay poured. As soon as the cone is cool il i-s removed 
from the mould and the slag broken off from the matte button, 
which is then weighed and the percentage calculated. In the 
case of a lead ore a lead button will also be found below tiie 
matte, but this is easily separated from the matte button. The 
matte button may be generally considered as containing about 
30 per cent sulphur, aUhough the amount of sulphur which it 
will contain will vary somewhat, according to the nature of the 
ore. Theoretically the button should contain 36.3 per cent 
sulphur, m;ittc being considered as FeS, However, a pure 
matte is seldom produced, as the ores generally contain impuri- 
ties such as zinc, copper, lead, arsenic, antimony, etc. A num- 
ber of analyses of matte buttons produced in this way show 
that an average of jO per cent sulphur is reasonably close. 

Volumetric Method-— The following volumetric method 
was suggested by Alc.-candcr's method for the determination 
of lead (see Part 11. Chiiptcr VIM). The method requires a 
standard solution of ammonium molybdatc. which is prepared 
by dissolving 30 7 gms. of ammonium molybdatc in water and 
diluting to 1000 cc. Each cc. of this solution should be equiv- 
alent to aoo; gm. of sulphur. To standardize the solution 
^.,....u .,.,. .,.., r,..r!Jons of from 03 to 0.5 gm. of pure sheet 
li :'ew cc. of dilute nitric acid, add a slight 

c\ 1; acid, and boil to drive off the nitric acid. 

Co- < ^'iL^iit excess of ammonia, and then strong aceUe^^ 
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1 in excess. Heat to dissolve the lead sulphate and dilute 
with hot water to about i8o cc, when the solution is ready for 
titration with the molybdate solution. The molybdate solu- 
tion is run in from a burette with constant stirring, and a drop 
of the solution tested from time to lime on a porcelain plate 
with a drop of a solution of tannin. As soon as the molybdate 
solution is in slight excess the drop of the solution added to the 
tannin solution will turn it yellow, when the titration is finished. 
From the amount of lead taken and the number of cc. of 
molybdate solution used, the value of the solution in terms of 
sulphur may be calculated as follows : Supppse 0.3 gm. of lead 
was taken and 10 cc. of molybdate solution was used to pre- 
cipitate the lead. Then 1 cc. of molybdate solution is equiv- 
alent to 0.03 gm. of lead, or to 0.043913 gm. of lead sulphate, 
and as lead sulphate contains 10.56 per cent sulphur, its equiv- 
alent in S may be calculated by the factor O.1056 ; the equiv- 
alent in this case being i cc. = 0.004637-1-. 

To determine sulphur in an ore or metallurgical product by 
this method the ore may be decomposed and the sulphur 
obtained in solution by fusion with caustic potash as described, 
by treatment with nitric acid and chlorate of potash and 
subsequent treatment with sodium carbonate as described, or 
by ftisinn in a porcelain or platinum crucible witli a mi.xturc 
of sodium carbonate and potassium nitrate. 

Where fution with caustic potash is the method employed 
I the fused mass is dissolved in hot water and filtered, hydrogen 
I peroxide being added to the filtrate to oxidize the potassium 
I sulphide. The solution is then heated and acidified with a 
I slight escc?.s of nitric acid. To the hot solution add an excess 
I of a solution of lead nitrate, allow to stand until the precipi- 
I tatcd lead sulphate settles and filter, retaining as much as 
I possible of the lead sulphate in the beaker. Wash by decanta- 
I tton with cold water until the washings no longer give a reac- 
\ lion for lead. Dissolve the lead sulphate in hot ammonium 
I acetate, acidify with acetic acid and titrate with the standard 



[ ammoi 



1 molybdate solution. 



In case the nitric acid-potassium chlorate method is used, 



94 -* MANUAL OF PRACTICAL ASSAYING. 

acidify the filtrate from the precipitated carbonates with a 
slight excess of nitric acid, boil out the carbonic acid, pre- 
cipitate the sulphuric acid with lead nitrate, aiid proceed as 
above. 

In case fusion with mixed carbonate of soda and potassium 
nitrate is the method adopted, lo eacli gramme of substance 
taken add about lo gms. of tlie mixed salts and fuse until the 
mass is liquid. Cool and dissolve the fused mass in hot water. 
Filter, acidify the filtrate with nitric acid, boil lo drive out 
carbonic acid, precipitate the sulphuric acid with lead nitrate, 
and proceed as above. 

In all cases the reagents used should be examined for 
sulphur, as they are liable to contain sulphates, If pure re- 
agents cannot be obtained a blank analysis should be run, using 
the same quantity of reagt-nts as in the regular analysis, and 
deducting the amount of sulphur found in the blank analysis 
from that found in the regular analysis, 

.In the case of ores, etc., containing but a small percentage 
of sulphur, it is advisable to use a more dilute solution of 
ammonium moljbdate. Having made up the solution and 
standardized it as described, a solution of any desired strength 
can be readily prepared by drawing off a definite quantity of 
the standardized solution and diluting it with water to any 
desired strength. 

Iron and Steel.— The following rapid method for the 
determination of sulphur in iron and steel is quite accurate, 
and is extensively used in metallurgical works for technical 
determinations. Many modifications of the method have been 
proposed, but the two following are believed to be as good and 
rapid as any. The method was originally suggested by Kar- 
sten. and depends upon the principle that, if iron or steel is 
dissolved in dilute hydrochloric or sulphuric acid, H,S is 
evolved. The evolved H,S may subsequently be absorbed in 
a solution of a metallic salt. 

The cut. Fig. 13, shows the usual arrangement of appara- 
tus for carrying out the decomposition and absorption. The 
wash bottle A contains an alkaline solution of lead nitrate. 




The generator G is used for generating hydrogen gas. The fun- 
ncl-tube C is tightly connected with A. The small flask E 
serves as a condenser, and is supplied with an inlet-tube reaching 
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nccted up, and a slow stream of hydrogen run tlirough it until 
all the air js expelled, when the glass stop-cock 5 is closed and 
the supply of hydrogen is sliut off by closing the glass stop- 
cock L. If the connections are ail riglit the water in the 
safety-tube 7^ will keep its level. When this is assured, dis- 
connect the tube C and fill the bulb with 50 cc. of strong 
hydrocliloric acid and 50 cc. of water. Replace the tube C, 
turn on the hydrogen, and open the stop-cock 5 so as to allow 
the acid to flow into the flask D, drop by drop. When the 
acid has all run into Z> regulate the supply of hydrogen so that 
the gas will continue to pass through the solutions in the 
bottles //at the rate of 6 to 8 bubbles a second, and heat the 
contents of the flask D cautiously. Finally, heat the solution 
in the flask D to boiling, and boil for a few minutes. When 
the metal in the flask is completely dissolved, remove the 
source of heat and continue the current of hydrogen for about 
ten minutes, regulating it.s flow by means of the stop-cock L, 
to prevent any reflux of the liquid in //, which might be caused 
by the cooling of D. Shut off the hydrogen, disconnect the ap- 
paratus, and wash the contents of the bottle H into a beaker. 

Many methods of proceeding with the analysis, according 
to the absorbent used, have been proposed, for which see " The 
Chemical Analysis of Iron and Steel," by Blair. 

Absorption of Ammoniacal Solution of Cadmium Sulph- 
ate. — T. T, Morrell * proposes to absorb the H,S in a solution 
of cadmium sulphate prepared by adding ammonia to a solution 
of sulphate of cadmium until the precipitate formed redissolves 
and the solution is clear. This solution is placed in the bottles 
//, //. and the analysis conducted as described. The precipi- 
tated cadmium sulphide is filtered off, and washed with water 
containing a little ammonia. The filter containing the pre- 
cipitated cadmium sulphide is now placed in a beaker contain- 
ing a little cold water, and sufficient hydrochloric acid to 
dissolve the precipitate is added. The sulphur may now be 
determined by titration with standard iodine solution. 
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The method of determining the sulphur by standard iodine 
solution was first suggested by Elliott* and requires the fol- 
lowing solutions: 

JotiiiK Solution. — Dissolve 6.5 gms. of pure iodine in water 
with 9 gms. of potassium iodide, and dilute to 1000 cc. 

Hyposulphite of Sodium Solution. — Dissolve 25 gms. of 
sodium hyposulphite in water, add 2 gms. of ammonium car- 
bonate, and dilute to 1000 cc. The addition of ammonium 
carbonate retards the decomposition of the sodium hyposul- 
phite. 

Starch Solution. — Place I gm. of pure wheat starch in a 
porcelain mortar and rub into a thin cream with water. Pour 
into 150 cc. of boiling water, allow to stand until cold, and 
decant the clear solution. A fresh solution should be prepared 
ever}" few days. 

Bithromale of Potassium Solution. — Dissolve 5 gms. of pure 
potassium bichromate in water and dilute to looo cc. 

The bichromate solution is standardized as described in the 
determination of iron (Part II, Ciiapter XVI). When a solu- 
tion of potassium bichromate is added to a solution of potas- 
sium iodide containing free hydrochloric acid, iodine is liberated 
as follows: 

K,Cr,0, + 6KI -f- 14HCI = 8KCI + Cr.Cl. -f- 7H.O +61. 

Or. I equivalent of K,Cr,0, (= 294.5) liberates 6 equivalents 
(:= 761.1) of iodine. When a solution of hyposulphite of 
sodium is added to a solution containing free iodine the follow- 
ing reaction takes place : 

2NaHS,0, + 2I = 2HI + Na.S.O.. 

By adding a few drops of starch solution to a solution con- 
taining iodine, blue iodide of starch is formed, and colors the 
solution as long as it contains free iodine. When sufficient 
hyposulphite is added to such a solution to exactly combine 
with the iodine, the blue color disappears. Conversely, upon 
^•Cbcmical News, Vol. XXlil, p. 61^ ' 
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the addition of a solution of iodine to a solution containing 
hjrposulphite of sodium and a little starch, the blue color of 
the iodide of starch will disappear as fast as formed until all 
the triosulphate lias been converted into tetratliioiiate. and 
then the slightest excess of iodine wilt give the solution a per- 
manent blue color. The same is true of a solution containing 
free H.S, the reaction being H,S + 2l = 2HI 4-S. To stand- 
ardize the hyposulphite solution proceed as follows: Dissolve 
I gm. of pure potassium iodide in 300 cc. of water, add 5 cc 
of hydrochloric acid, and then 25 cc. of llic standardized bi- 
chromate solution, which will liberate a known amount of 
iodine. Now add from a burette the hyposulphite solution 
until the blue color nearly disappears, add a few drops of starch 
solution, and continue the addition of the hyposulphite solu- 
tion until the blue color disappears entirely. The amount of 
jodine being known, the value of the hyposulphite solution is 
readily calculated from the reading of the burette. Now 
measure ofT into a beaker 25 cc. of the hyposulphite solution, 
dilute to 300 cc, add a few drops of starch solution, and run 
in, from a burette, standard iodine solution until the blue color 
is permanent. The value of the hyposulphite solution being 
known, that of the iodine solution can be readily calculated. 
(See Part IV, Chapter II.) 

Having prepared and standardized the solutions the actual 
determination is performed by titrating the solution containing 
the sulphur with the standard iodine solution in the manner 
just described. 

Absorption by Alkaline Solution of Lead Nitrate. 
— To prepare the solution pour a cold solution of nitrate of 
lead into a solution of potassium hydrate (1.27 sp, gr.), stirring 
constantly to dissolve the oxide of lead, which precipitates. 
Continue the addition of lead nitrate until a permanent pre- 
cipitate is formed. Allow the precipitate to settle, and siphon 
the clear liquid into a glass stoppered bottle. To prevent the 
stopper sticking, coat It with a little paraffine. 

From 20 to 30 cc. of this solution is poured into the bottles 
H, H, and water added until the bottles are more than half , 
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ion and absorption are conducted as 
previously described. VVIien the operation is completed rinse 
out tlie bottle //(should tlie second bottle contain a precipitate 
Ihis must be added to the contents of the first) into a beaker 
and filter, washing with hot water until the wat^hings no longer 
give a reaction for lead when treated with a drop of acetic acid 
and potassium-chromate solution. Transfer the lead sulphide 
to a beaker, and dissolve in a little dilute nitric acid, being care- 
ful to use as little add as possible. Add a slight excess of sul- 
phuric acid and boil. Dilute with hot water, add a slight 
excess of ammonia, and then a slight excess of strong acetic 
acid. The lead sulphate will be dissolved, when the solution is 
ready for titration with standard solution of ammonium molyb- 
date, after dilutiin to about 180 cc. with hot water. The lead 
is precipitated as a molybdate, and the end reaction obtained 
by means of a solution of tannin, in the manner described in 
tlie volumetric determinations of sulphur and lead. Having 
tlic standard of the molybdate solution in terms of lead, its 
standard for sulphur may be obtained by the factor o 1548. 

Generally the carbonaceous rt'-'idue left after treating pig- 
iron with hydrochloric acid will contain sufficient sulphur to 
Seriously affect the results of the analysis. Hence where an 
accurate determination of sulphur in pig-iron is required [he 
examination of the carbonaceous residue should never be 
neglected when the evolution method is employed. To deter- 
mine the sulphur in this residue transfer the contents of flask 
/? to a beaker and filter, using the filter-pump and platinum 
Cone and a strong filter-paper; wash thoroughly, first with a 
little dilute hydrochloric acid, and finally with water. Dry the 
residue on the filter, and determine the sulphur by some of the 
methods previously described, preferably by fusion. 
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A number of different methods have been proposed for 
the dttermination of phosphorus in iron ores, pig-iron, steel, 
etc., but the volumetric method, as described below, and Ihc 
standard gravimetric metliod are the only ones m general use 
at present in llie United States. 

Volumetric Method. — This method, as originally described 
by Mr. B. B. Wright," and improved by Mr. F. A. Emmerton.f 
is applicable (or phosphorus determinations in ores, steel, etc, 
and the writer believes is as rapid and accurate, provided the 
necessary precautions are observed, as any method which we 
have. It is rapidly being adopted by our iron and steel chem- 
ists as a standard method. 

Sfecls, Pig and Wrought Iron. — Dissolve 5 grammes of drill- 
ings in a dish (about 6 inches in diameter) in 75 ec. of nitric 
acid of 1.20 sp. gr., cover the dish with a watch-glass, placed 
on a glass triangle so that there is a space between the rim of 
the dish and the watch-glass, and boil down to dryness on the 
sand-bath or hot iron plale. Heat on the plate or bath for 
about 30 minutes after th;; mass has gone to diyncss, at the 
end of which time all the free acid should have been expelled. 
Remove from the source of heat, cool, and add 40 cc. of con- 
centrated hydrochloric acid, and place the watch-glass on the 
casserole. Heat gently until the iron goes into solution, and 
then boil down until all but about 15 cc. of the acid is driven 
off. The boiling down of the solution requires attention, as it 

'Tt^nsaciinnsor American Inaliiutc of Mining Eticineers, Vol. X, pafic 197. 
f Ibid., Vol. XV, pagegj. 
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is necessary that the solution should be very concentrated, and 
at the same lime ihere should be vcjy little ferric cliloiide 
drieJ on tlie sides of the casserole, as tliis will be difficult to 
redissolve. Let tiie casserole cool, wash off tlic walch-jjlass 
i*ith 40 CC- of concentrated nitric acid, allowing the acid to 
run down into tlie casserole. Cover ihe casserole with a "lass 
funnel, and boil down to about 15 cc. in bulk. Remove the 
casserole (roin tlie source of Ileal, and move its contents so as 
to moisten whatever crust may iiave formed on tlie sides. 
The solution is now practically free from liydrocliloric acid, 
and should be diluted with water and washed into a 400.cc. 
flask, bringing the bulk of it to about 75 cc. Add strony am- 
monia, shaking thoroughly after each addition. Continue to 
add ammonia until the mass sets to a stiff jelly, ajid add a 
few cc. more. There should be a strong smell of ammonia in 
excess after shaking. Tiien add concentrated nitric acid, shak- 
ing well after each addition, until the solution begins to get 
thinner. After the precipitate has all dissolved, and the solu- 
tion shows a very dark color, add sufficient nitric acid to bring 
tlic solution to a clear amber color. Tlte soUuion should now 
have a bulk of about 250 cc. Immerse a thermometer into the 
solution, and heat or cool carefully until it has a temperature 
of 8j" C. When the solution has a temperature of 85" C. add 
40 cc, of ammonium-molybdate solution (prepared by dissolving 
100 grammes of moiybdic acid in a mixture of 300 cc. of strong 
ammonia and 100 cc. of water, and pouring this solution into 
1250 cc. of nitric acid of 1.20 sp. gr.). Close the ll.isk with a 
stopper, wrap it in a thick-warm cloth, and shake violently for 5 
minutes. This covering with a cloth is necessary, as the temper- 
ature of the solution must not vary much from 85° C. Collect 
the yellow precipitate on a filter, using the filter-pump to filter 
rapidly, and wash the flask and precipitate with a solution of 
ammonium sulphate [(NH,),SO, crystals, 25 grammes; H,SO, 
cone, 50 cc. : H,0, 3500 cc.]. Dissolve the washed precipitate 
in ammonia. If a small portion of the precipitate should 
adhere to the sides of the flask it may be dissolved with a 
portion of the ammonia used to dissolve the yellow precipitate 
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on tlie filter. Place about lo grammes of granulated zinc 
(the same a^ is used in the dettTmination of iron; soc Chap- 
ter XVI) in a 500-cc. flaste, place tlic funnel containiiiy tlie 
yellow precipitatt; in the neck of the flask, and wash the 
piecipit.ite into the flask with dilute ammonia (i in 4). using 
about 30 cc. A l.irger amount of ammonia than is absolutely 
necessary is lo be avoided. After having waslicd with ammo- 
nia wasli twice with water, and suck dry by means of the 
filter-pump. Pour the ammonia solution into a small beal;er, 
reinsert the funnel rn the flask, and pour the solution in the 
beaker through the filter again, washing the paper thoroughly 
with water after the ammonia solution has all run through, 
finally sucking the filter dry with the pump. Pour into the 
flask about 80 cc, of warm dilute sulphuric acid (1 in 4), and 
heat quickly until rapid solution of the zinc commence:;, and 
then gently stir for 10 to 15 minutes, at the end of which lime 
the reduction of the molybdic acid is complete. Filter the 
liquid from the undissolved zinc through a large fluted filter, 
rinse the flask with cold water, pouring on to the filter. After 
these washings have run through, rinse the flask once more 
with cold w.iter, pouring on to tlie filter again. The filtration 
should be rapid, so as to expose the solution to the air as 
short a time as pos'iible. 

The filtrate is now ready for titration with a standard solu- 
tion of potassium permanganate. The permanganate solution 
is run in until the solution is calories';, it having been of a dark 
olive-green color before oxidation. One drop of permanganate 
solution should now produce a pink tint when (he titration is 
stopped and the reading of the burette taken. A convenient 
strength to have the permanganate solutionis I cc, = 0.0001 
gramme of phosphorus. Such a solution maybe made by dilut- 
ing the solution used for iron (Chapter III) with distilled water 
until I cc. = o.oo6f4t gramme iron. As 09076 time ihisvalue 
gives its strengih in terms of mdlybdic acid = 0.005574, ^nd 
1,794 per cent* of this is its value in ptiosphorus = o.ooor. 

" S^me wriiers >wte ihe pertentage ol phosphorus to be 1.63 which fi(>i 
now generulty accepted. 
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In order to insure good results with this method the above 
conditions as lo temperature, etc., must, be carried out. 

Dr. Drown* has pioposed a mttliod of effecting the solution 
of a pig-iron or steel which greatly lessens tlie time required. 
His method is as follows: Dissolve tlie wei^Iied drillings in 
nitric acid of M3S sp. gr., and allow to boil one minute; then 
add potassium-permanganate solution until a piecipilate of 
MiiO, appears. Now add a few crystals of ferrous sulphate 
(should be tested for phosphorus, as the usual c. p. salt contains 
more or less. The phosphorus free salt can be purchased of 
Baker & Adamson. Eastou, Pa.) to dissolve the precipitated 
MnOr Filter the solution into the flask, and add sufficient 
ammonia. When the solution clears up, add a few drops of 
permanganate solution lo insure complete oxidation, again 
dissolving with ferrous sulphate if necessary. Precipitate wilh 
ammonium-molybdate solution, proceeding as above, and using 
the same precautions. 

A modification of the above method has been proposed by 
Handy.t whicli consists in the determination of the acidity 
of the molybdate precipitate in place of reducing the molybdic 
acid and titrating with permanganate. The following solutions 
are required : 

Standard Sodium Hydrate. — Dissolve 15.4 grammes of 
NaOH in 100 cc. of water, stir in saturated barium-hydrate 
solution until a precipitate of barium caibonate is no longer 
I formed. Filter immediately, and dilute to two litres. 

Standard Nitric Acid. — Make a stock solution of 2cxD cc. o( 
acid (sp. gr. 1.42) in two litres of water. For approximate 
standard dilute 200 cc. of this solution to two Hires. 

These two solutions should be made to agree cc. for cc, 
and had also best be brought to a strength of : cc, equal to 
(XOOO2 gramme of phosphorus. 

The sodium-hydraie solution is standardized by 0.1 gramme 
of pure molybdate precipitate obtained from acidified ammo- 
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nium or sodium phosphate, washed wilh one per ce"t nitric 
acid, and lliorougliiy dried at 100° C. The precipitate contains 
I.U3 per cent phosphorus. 

As an indicator, 0.5 gramme of phenolphthalein in 200 cc. 
0(95 per cent alcohol is used. Three drops of this solution 
are taken for cacli titration. 

The method is as follows : Dissolve 2 grammes of steel in a 
12-ouncc Erlenmeyer flask in 75 cc. of nitric acid (sp, gr, 1.13), 
and add 15 cc. of potassium-permanganate solution (5 grnmtnes 
in 1000 cc.) to the boihng solution. Boil until the pink color 
disappears. If brown MnO, separates, the oxidation is com- 
plete. Some irons and steels will require more permanganate, 
especially those high in carbon. Remove momentarily from 
the heat, add about j',, gramme of granulated sugdr, and heat 
until the solution ckars. Allow to cool for a few minutes and 
then add 13 cc. of ammonia (sp, gr. 0,90), pouring carefully 
down the sides. Agitate until the ferric hydrate is dissolved, 
and cool or heat to 85° C. Add 50 cc. of the molybdate 
solution, cork, wrap the flask in a towel, and shake for five 
minutes. Filter immediately, wash five times with a one per 
cent solution of nitric acid, and then five times with a one 
per cent solution of potassium nitrate. Place the filter and its 
contents in the flask, add 10 to 20 cc. of the standard sodium- 
hydrate solution, and shake a few times to dissolve the precipi- 
tate. Add three drops of the indicator solution and titrate 
back with the standard nitric-acid solution. The titration 
must be performed quickly, and as soon as the precipitate 
is completely dissolved. 

Iron Ores. — Dissolve from 2 to 10 grammes of ore in hytiro- 
chloric acid (sp. gr, 1. 12), and proceed as above. The insoluble 
residue can be filtered off and fused with sodium carbonate 
(see Part 11, Chapter I) if necessary, the fused mass being 
dissolved in dilute sulphuric acid, and the solution added to 
the nitric-.icid solution. 

Coai and Coke. — The phosphorus will be found in the ash. 
Weigh out 10 grammes of the coal or coke, and ignite it over 
the blast-lamp or in the muffle-furnace until nothing but ash 
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Tiains. Fuse the ash with sodium carbonate, and proceed as 
above. 

In the case of ores or pig-iron containing arsenic the arsenic 
will be precipitated, together with the pliosphorus, upon tlie 
addition of the mulydate solution, as above. In thi:> case if 
the lemperamre of Uie solution is not above 25° C.,* wlien the 
molybdate solution is added the arsenic will remain in solution, 
whilst the phosphorus will be completely prccipilaled. As the 
steel metallurgists consider arsenic quite as detrimental to the 
q'jality of the pig as phosphorus this precaution is not usually 
taken. 

GraTimetric Method. — Proceed as above until the yellow 
precipitate is obtained, filtered, and washed, such care in regard 
to the temperature of the solution before adding the molyb- 
date solution being unnecessary in this case. Dissolve the 
yellow precipitate with ammonia as before, filteriiig into a 
beaker; make the solution acid with dilute hydrochloric acid 
and then alkaline with ammonia in excess; cool, and when cold 
add 5 cc. of magnesia mixture. Allow to stand in a cool place 
(or several hours with frequent agitation (see Part II, Chapter 
XXIV): finally filter, wash, ignite, and weigh as in the case of 
the dclennination of magnesia. 

The weight of the magnesia pyrophosphate obtained, mul- 
tiplied by 0.27928, equals the weight of phosphorus in the 



amount of substai 



: taken. 



*Tnimciloii* o( the American Inuicuie o( Mining EngiDcers, Feb., 1893. 



CHAPTER IV. 
CARBON (C). 

For the determination of carbon in organic substances the 
reader is referred to works that treat of such determinations. 

The delerniinations of carbon in steel, pig-iron, etc., are 
about the only determinations of carbon which the metallur. 
gical chemist will be called upon to make, except the determi- 
nation of carbon in fuels, for which the reader is referred to 
Part III. Chapter X. 

The carbon in steel, pig-iron, etc., usually exists in two 
conditions; that is, combined (as a carbide) and uncombined 
(gniphite). Usually the combined carbon is all that is required. 
Wlien the percentage of carbon in both conditions is required, 
tlie total carbon is determined in one portion and the com- 
bined carbon in another. Tiie difference between the tolal 
amount of carbon and the combined carbon gives the graphite. 
Or the graphite may be determined, the difference between 
tlie amount of graphite found and the total carbon being the 
combined carbon. 

Many methods for these determinations have been pro- 
posed, but only those that are Jcnown to be good and arc ia , 
general use will be given. 

Total Carbon. — The following method, which was (in 
proposed by Arthur Elliot,* is a modification of Rodger's and ^ 
Ullgren's methods. It is believed to be amontr the best in 
use.+ Add to 2 or 3 grammes of borings or filings in a small 
beaker 50 cc. of a solution of neutral copper sulphate, prepared 
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by dissolving the recrystallized copper sulphate (as sold by 
dealers) in water, adding a sinall quantity of copper oxide, boil- 
ing uniil the cof per sulphate begins to crystallize, filtering out 
the excess of oxide, and concentrating the solution until it \s 
completely crystallized. Dry the crystals by draining off the 
water, and pressing them between layers of bibulous paper, and 
dissolve ihein in water in the proportion of 1 part of salt to 5 
parrs of water. 

After heating the solution of copper sulphate containing 
the iron about 10 minutes, by whicli mi-ans the iron is dissoKtd 
and the coppfr precipitated, add 20 cc. of a solution of cupric 
chloride (containing one part of salt in two parts of water) and 
50 cc. of concentrated hydrochloric acid, and heat to a point 
just below boiling, with frequent stirring until the precipitated 
copper is dissolved, leaving tiie carbon free. Filter out the 
carbon through a funnel made of glass tubing about five eigliths 
of an inch in diameter, and drawn to a point at one end. Fill 
the point of the funnel up to the shoulder with broken glass, 
and place upon this a thin layer of ignited asbestos, pressing it 
gently against the walls of the funnel. Care should be taken 
not to make the layer of asbestos too thick or compact, as it is 
liuble to become clogged by the carbon and render the filtra- 
tion very tedious. Filter off into a clean beaker, and should 
any carbon run through, as it is liable to at first if the asbestos 
layer is too thin, pour back the first filtrate into the filter. 
Transfer all of the carbon to the filter, and wash with hot water 
until the washings no longer give a precipitate with silver ni- 
tr.-ile. After washing all of the carbon down from the sides of 
the tube, cut it off about an inch above the layer of carbon, by 

I scratching the glass with a file, and pressing a red-hot giass 
against the cut. Tiicn invert the part containing the carbon 

I into the mouth of the decomposing flask of an apparatus sim- 
ilar to that described for determining carbonic acid * (see Part 
II, Chapter V), and blow the contents into the flask, avoiding 

I llie use of water by wiping out any carbon that may adhere to 
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tlie glass with a little piece of ignited asbestos, and tbrowit^?^ 
tliia also into ilie flask. To tbc tiltraie from tlie carbon add 4 
or 5 CC. of concentrated hydrochluric acid to prevent the for- 
mation of any precipitate of basic copper salt, and dilute wiili 
water until the fluid is transparent. If any carbon shuuld have 
pas!ied tlirougli the asbestos it can readily be seen in tlie trans- 
parent fluid. Sbould tbcrc be any lilter it out tlirougli anotlicr 
filter of ignited asbestos and transfer it also to tbe flask. Con- 
nect tlie apparatus, and start ilie aspirator very slowly. After 
the aspirator bas been working about 12 minute^ disconnect 
the absorption-tube and weigli it. Then connect again and 
start the aspirator very slowly again. After the aspirator has 
nm a few minutes in order to partially exhaust tbe air in the 
apparatus, introduce tlirougli the funnel-tube about 40 cc. of 
the chromic-acid solution. 

This solution is prepared by dissolving 3 gms. of chromic 
acid in a little water and adding 30 cc. of pure coiiceiitr.iled 
sulphuric acid. This should be heated to incipient boiling 
and then cooled. When cold it is ready for use. 

After adding this solution close the stop-cock of tbc funnel- 
tube and heat slowly up to boiling. Afttr the acid boils re- 
move the heat, put on the guard-iube, open the stop-cock of 
the (unnel-tube, and aspirate slowly until the absorpiion-iubc 
is cool. After it is thoroughly cooled weigh it. and from the 
increase in weight due to the carbonic acid (CO,) calculate as 
follows : The weight of the carbonic acid multiplied by 0.27273 
equals the weight of carbon. 

In place of the copper sulphate and copper chloride, the 
double chloride of copper and ammonium may be used. The 
same precautions should be observed as in the determination 
of carbonic acid by direct weight. Some chemists prefer to 
burn the carbon obtained in the above manner in a current of 
oxygen in a piece of combustion-tubing, absorbing the resulting 
carbonic acid in an absorption-tube similar to the one used 
above, or in a potash bulb.* (See Part III, Chapter X.) 



Graphite. — The best ■ 
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pig-iron or from 4 to 5 grammes of white iron, steel, etc., 111 
dilute hydrochloric acid and boil fur Italf an hour, filter 
tlirou^h asbestos us described for total carbon, wash with hot 
water until all acid is washed out, then with a strong solution 
of potassium hydrate, which will remove silica ; afterwards with 
hot water to wash out any potassium carbonate, of which the 
potassium hydrate is apt to contain some; then with alcohol 
(which will remove hydrocarbons), until the alcohol riin.'s 
tlirougb the funnel colorless. Again wash with a little hot 
water, then with ether, until it runs through colorless, in order 
to displace the water and remove another class of hydrocarbons 
wbicb the alcohol may have failed to reach. It is well, finally, 
to wash with a little hot water (paiticularly if the ether used Is 
not perfectly pure), in order to keep the graphite from adher- 
ing to the walls of the funnel, when blown into the tlecompos- 
ing flask, being careful to remove any excess of water by 
gently blowing through the tunnel. After the graphite is 
thoroughly washed it is transferred to the decomposing flask, 
and oxidized with chromic and sulphuric acids, in precisely the 
&amc maimer as in the determination o( total carbon. 

The objection to this method is [lie time required to filter 
and wash, the washings with potassium hydrate being ex- 
tremely tedious. 

Eggerz's modified method + is as follows: In a beaker of 
100 cc. capacity mix 4 cc. of sulphuric acid and 20 cc, of 
water, and when the heat produced by the combination of the 
water and the acid has entirely disappeared, shake 2 grammes 
of ibc finely powdered pig-Iron into the dilute acid, and boil 
tor half an hour, (For steel and wrought iron not less than 3 
grammes should be taken, and the acid for solution should be 
increased in proportion.) The solution is then evaporated 
until it measures 18 cc, allowed to cool to the temperature of 
50° C and 4 cc. of nitric acid (of r.30 sp. grl added : boll for a 

• Cairn!.' Quaiirilalive Analysis. 
f Crook's Select MctlioJs, pages 
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quarter of an hour, and allow to evaporate on a water-bath 
until on holding a watcli-glass over the beaker there occurs on 
it no perceptible condensation. To the dry mass add 30 cc. 
of water, and 5 cc, of hydrochloric acid 1.16 sp. gr.; boil for a 
quarter of an hour, and add more hydrochloric acid if there 
appears to be anything besides silica and graphite undissolved. 
1 he insoluble silica and graphite are thrown on a filter (which 
has been dried at 100° C. and carefully weighed), washed with 
cold water until the washings give no reaction for iron when 
tested with potassium ferrocyanide, then washed with boiling 
water containing 5 per cent of nitric acid. The silica and 
graphite are then dried on the filter at too" C. and weighed, 
ignited in a porcelain crucible, and the weight carefully taken. 
The difference between the weighings before and after ignition 
gives tite amount of graphite. 

Combined Carbon. — Dr. Eggerz, of the Swedish School of 
Mines, first proposed a method of determining the combined 
carbon in steel, etc., by comparing the color of a solution of 
the iron or steel under examination with that of a solution of 
another .sample of which the carbon percentage was known. 
Tills method is based upon the fact that when steel is di.s.solved 
in dilute nitric acid, and heated until the separated flocculent 
carbonaceous matter goes into solution, the liquid assumes a 
brown color proportionate to the amount of combined carbon 
present. This method has been modified from lime to time 
by different chemists so that we have at present a method 
which is not only rapid, but extremely accurate provided the 
proper precautions are observed. A number of standard 
solutions for comparison have been proposed, but the best 
and safest method is to run a standard, together with each set 
of determinations, using a steel or iron in which the per- 
centage of combined carbon has previously been accurately 
determined. This standard steel should be as nearly like the 
samples to be treated as possible, both as to chemical com- 
position and mechanical treatment. Treat the standards and 
working, the same 
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: preferable to filings, as 
tlicy are lese< liable to contain foreign matter, and, being 
coarser, dissolve more slowly. Fine particles of steel, rich in 
carbon, dissolve so rapidly that, unless special precautions are 
taken to keep the solution cold, some of the carbon is oxid- 
ized and yiven off as a gas. From o. i to 0.2 gramme are 
taken for analysis, one tenth being the usual amount in the 
c^ise o^ steels. 

T1)e weighed portions are best dissolved in perfectly dry 
(so that no particles will stick to the sides) test-tubes six 
inches long and about five eiglithsof an incli internal diameter, 
the sample being placed in the test-tube, which is then im- 
mersed in cold water and the dilute nitric acid then slowly and 
steadily poured on. A very convenient form of apparatus is a 
beaker or other vessel about 7 inches high, which is half filled 
with cold water and covered with a perforated tin plate, 
through the holes of which the tubes are placed and thus 
steadied. Nitric acid (tree from organic matter, nitrous fumes, 
and chlorine) of about 1.20 sp. gr. is used to effect solution. 
The ordinary c. p. nitric acid is 1.40 sp, gr.. and by diluting 
this one half with distilled water an acid of very nearly i .20 sp. 
gr. is obtained. It should be kept in a dark glass-stoppered 
bottle and in a dark place. The following amounts of dilute 
acid for one-tenth gramme of steel give good results: up to 
■0.20 per cent carbon, 2 cc. of acid : from 0.20 up to 0.50 per 
cent carbon, 3 cc; from 0.50 per cent up to i.oo per cent 
carbon, 4 cc; i.oo per cent up to 1.75 per cent, 6 cc; over 1.75 
per cent of carbon, 8 cc. The most convenient method of 
adding the acid is to let it run in from a graduated burette 
provided with a glass stop-cock. 

The solution must not be heated until all action has ceased 
in the cold, when the cold water in which the tubes are im- 
mersed is rapidly brought to a boil and boiled for 15 minutes 
for soft steels under 0.15 per cent carbon, for 20 minutes if 



* TnnucUoni of American Insiitute a( Mining Engineen, Vol. XII, page 



I. page I 



J MANUAL OF PRACTICAL ASSAYING. 

between 0.IS and 0,30 per cent carbon, for 30 minutes if be- 
tween 0.30 and 0.80 per cent carbon, and 45 minutes if above 
aSo per cent carbon. The boiling temperature is usually 
maintained, although for special reasons other temperatures 
arc often used, llie essential point being to always maintain the 
same lempcriilurc in all cases where fixed standards are used, 
and to treat the standard and the steel under examination at 
exactly the same tcmpeniture where standard steels are used 
for comparison, as is recommended here. Sometimes a reddish- 
yellow deposit of nitric acid and ferric oxide forms on the sides 
of the tubes and renders the solution turbid ; in such cases a 
low temperature of about 70° C. is preferable. The water-batti 
in wliich the tubes are heated may be provided with a ther- 
mometer, and the evaporation of the water may be prevented 
by the addition of paraffine. The ceasing of the evolution of 
the fine bubbles of gas from the clear solution is an indtcatioo 
of the completion of the solution. The tubes should be shaken 
from time to time during the heating, and the iron salt should 
not be allowed to dry on the walls of the tubes. The cokir 
]i,Dluliona during the entire operation must be kept out of the 
direct raysof the sunlight, as it rapidly fades them. The color 
fades more rapidly after dilution with water than it does in U>e 
Mroiij; acid solution. After heating, the tubes may be cooled 
rapidly by plunging into cold water. If the percentage of cw- 
bon is high (about t.oo per cent) the solution should iu4 be 
allowed to stand any length of time before comparison : if the 
carlion is low they may be allowed to stand at least two bo<is& 
However, it is best to cool quickly. After the solution b £«»• 
plcted it must be diluted u-ith at least its bulk of water tops 
rid of the tint of oxide of iron. The color solution, after hcaO- 
ing. cooling, and diluting with distilled water, can be Slemd 
from (he graphite, etc.. through an ordinar>- dr>- filter-paper. 
The quantity of water added, including the distilled -kxlcs saeA 
for Cleaning the test-tube, must beat least equal to tbe quasitjly 
ot nituc acid used, and the total volume must never be leas 
than S cc- when it is to be compared with the standard s 
The solution is filtered direct]}' into a burette or tube for c 
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I parison. Tubes o( about one half an inch in internal diameter 
and 30 cc. capacity are prelerable, and it is generally preferable 
to calibrate the tubes by means of an accurately calibrated 
burette, as those which are purchased calibrated often show 
errors of considerable importance. The tubes used for the 
standard and llie different determinations should be of exactly 
the same internal and external diameters, and of colorless glass, 
and provided with mouth -pieces at the upper ends. The 
method of procedure is as follows : Suppose the standard steel 
contains 0.75 per cent carbon ; if we dilute the solution in the 
tube (thoroughly mixing after each addition of water) to 15 
cc, then each cc. will contain 0.05 per cent of carbon. We 
now dilute tiie solution of the steel in which the carbon is to 
be determined with distilled water until its color exactly cor- 
responds with that of the standard steel, and then take the 
reading of the height of the liquid. One minute should be 
allowed for the liquid to run down the walls of the tube before 
taking t'le final reading. Suppose it reads 16 cc; Jhen, as each 
cc. contains 0.05 per cent carbon, 16 will contain o 80 per cent, 
In comparin_!4 the colors it is usual to hold a piece of thin, clear, 
white paper behind the tubes. To most eyes the left-hand 
tube will appear slightly the darkest. A good plan is to match 
the colors so that either tube, as it is reversed, will appear 
darkest when it is placed lo the left. This appearance can be 
corrected by holding the tubes a little to the right. A. E. Hunt 
recommends the use of a camera shaped box, painted black 
inside, open at one end to look into, and having a frame hinged 
at the bottom which is covered with thin white paper to form 
a background for the tubes. Near this end have an opening 
in the frame and a gutter in the bottom to allow the tubes to 
be placed. Hunt says: "This arrangement I have found 
especially useful in the night-time, when 1 used a fixed Bunsen 
gas-burner in which a bead of carbonate of soda on a platinum 
e gives a monochromate flame. It is placed in such a posU 
1 as to have the rays reflected, by means of the hinged frame 
>aper at the back, upon the tubes. 1 have been enabled in 
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^Km laeaM of c4«ipan»o« to d^&gkc. a» the ficbt 
■mill eoMrof. sad ■» o«t«dc f^rs iuafesc w«h li^ts and 
ywrtrwi" It n prdcnUe, rnwrwH y v^oc ooior-carboa 
MHtlyM* arc Milx o cc a M o w a B y nadc, to toe ccrior 5taiid.arcU of 
ill««l with cmIi MTt of analyses in tbe tDannerdeacribex]. Where 
(Twny ftam[*Icii are to be tested everyday, as in a Bessemer- 
jrtccl wijfks, it i* much more conveniently and rapidly done by 
-almply matching the dilated tot with a rack of permanent 
'itatidiird* rrfH'Cftcnting different pctctmLagc^ of carbon. Per- 
manent ■tiindard* of organic substances, as burnt sugar, burnt 
tfoffec, etc., aie not »aii»factory.* Eggerz describes a mixture 
'«/ chloride* of iron, cobalt, and copper, which is highly rccom- 
■mvnded by a number of chemists for the preparation of pcr- 
fnNnoiit dlJiridurdii. Hy adding to the neutral chlorides water 
Cotllalnintf i 5 per cent hydrochloric acid for the chloride of 
iron mid O.J per cent hydrochloric acid for the two other 
chh)rlilci(, mtliilionH c;m be prepared of a strength correspond- 
ing to u.oi iinimmc of metal per cubic centimetre. Then 8 cc 
of Iho iron xdUition are mixed with 6 cc. of the cobalt solution 
jind 5 cc. Ill llie copper Holutlon, and about j cc. of water con- 
tAinliiB O.J per cent hydrochloric acid are added to the mixture. 
• M tenipeiiiturc of 18° C. this solution shows the same color 
I • lolutloii of itecl in dilute nitric acid corresponding to 0.1 
Hffaon per cubic centimetre. The solution may be afterwards 
diluted with wnler containing a; percent hydrochloric acid to 
»ny Klandard color required. The .iddition of water is almost 
kllrectly piuportionaltothc percentage of carbon. The standards 
4ht(it propiiied should always be standardized by comparisoo 
wllli nohiliktni of steel containing a known amount of carbon. 
iKi-fquentlv. ns In the case of the open -hearth steel process, 
only a few minutes can be allowed for the determination of 
llie carbon in te<tit taken from the furnace, ^or samples 
II Iton Is below o 25 per cent a quite accurate de- 
'.nadc by dissolving a. 10 gramme oF tbc 6ne 
I ao nitric add in « test-tabe, and by tieat- 
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ing the standard in the same manner and at the same time in 
atiitnilar lube as regards diameter, color, ami tlnckjies5 of glass, 
and then judging o( the variations of color at tlie moment of 
complete solution and before the carbon begins to separate 
out. The drillings should be of about tlie same degree of fine- 
ness, so that they will dissolve in about ihe same time. When 
the carbon is above 0.25 per cent the drillings are dissolved in 
4 cc of dilute nitric acid, which has previously been healed in 
the water-bath to a point below boiling, and as soon as the 
violent ebullition has ceased, boiled by holding the tubes over 
a burner protected by a piece of wire-gauze. It takes about 4 
or 5 minutes' boiling to effect complete solution, and a few 
minutes to cool sufficiently in cold water. When ihe solutions 
arc ready to decant into the calibrated tubes, dilute and com- 
pare. The color solutions prepared in this way are much 
ker than when prepared in the usual way and boiled tor 
leveral minutes. For this quick work a number of weighed 
Kirttons of standard drilling are prepared beforehand. 




CARBONIC ACm (CO,). 

Carbon dioxide (usually called carbonic acid) may be deter- 
mined by loss of weight upon beating, provided no other vola- 
tile matter (sucb as water) is present, loss upon treatment with 
acids, or it may be determined by direct weight. The latter 
method is preferable, and is more satisfactory in all cases. 

Tlie determination by direct weight consists in driving off 
the carbonic acid, by means of heat or decomposition of the 
substance by acids, conducting it over into a weighed absorp- 
tion apparatus. The increase in weight of the absorption ai>- 
paratus represents tlie weight of the carbonic acid driven off. 
When beat ts used as the dtcomposing agent the apparatus 
described for the determination of water by direct weight 
(Chapter VI) may be employed. The ap;:aratus is the same 
as before, with the exception that between the calcium-chloride 
tube and the last U-tube (the one connected with the aspirator) 
is connected a suitable apparatus (or the absorption of the car- 
bonic acid. A calcium-chloride tube filled with small lumps 
of freshly prepared soda lime is a very good form of absorption 
apparatus, or a Liebig potash bulb containing a strong solution 
of caustic potash may be used. The left-hand end of the com- 
bustion-tube should also be connected with a similar absorption 
apparatus in order that all air which enters the combustion-tube 
may be free from carbonic acid. The substance is introduced 
into the combustion-tube and the analysis performed in the 
same manner as described for water, the increase in weight in 
tlie absorption apparatus representing the carbonic acid (CO,) 

absorbed. In the case of white-lead and similar substances the 

water and carbonic acid may be determined in this way by o 
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operation. When acids are used as tho decomposing agent tlic 
form uf npparalus will be sliglitiy di^t^rcnt. in place of tiie 
tombuslioii-tubc a dtcomposing flask is used. A wide-nccked 
gbss flask of about jcx) cc. capacity, provided witli a tight rul>. 
ber stopper with three perforations, answers the purpose. In 
one of the holes is fitted a piece of bent-glass tubing, provided 
with a glass stop-cock or a piece of rubber tubing and a pinch- 
cock. The tube should enter the neck of llie flask about one 
inch. Tiiis will be designated a. A funnel-tube provided with 
a glass stop-cock should enter the flask through the second hole. 
The bottom of tiie funnel-tube should reacli to within about 
an inch of the bottom of the flask so that its end will be covered 
by the fluid in the flask. This will be designated b. Through 
the third hole pass a piece of bent-glass tubing so that its end 
is flusli with the bottom of the rubber stopper. To a attach 
a chloride of calcium tube filled with soda-hme, close the stop- 




cock of A, and attach to r a series of three U-tubes partially 

I filled with pumice and sulphuric acid, as before. To the last 

|U-tubc of the series attach a calrium-chloride tube filled with 

•oda-Iime, or simihir absorption apparatus, and to the right- 

' Tid end of the tube attach another U-tube filled wiih pumice 

t sodalime to prevent moisture findinfj its way back. To 

'ts last U-tubc att.ich the aspirator, and start slowly so as to 




perform the ' 1 
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pass a current of air through tlie apparatus. To perf 
analysis, disconnect tlic ubsorptioii-lubc, and after carefully 
wciglii'iij reconnect it. Into Uie decomposing flask iiUrodtice 
about as cc. of water and tlien a weiylicd amount of tlic sub- 
stance. Replace tlie stopper and close the stop-cock of a and 
Start tlte aspirator and introduce into tlie funnel at b 
e strong sulpliuric acid, turning the stop-cock of b gradually, 
so as to allow a small amount of acid to run into the flask. 
The aspirator should be run slowly so as to pass a slow cuiient 
through the apparatus, and the acid should be added slowly 
by means of the stop-cock b. After sufficient acid has been 
added and all ebullition of gas has practically ceased, gradually 
heat the contents of the flask by means of the flame of a lamp 
or burner. Open the stop-cock a and continue to run the aspi- 
rator until the volume of air in the apparatus has beeJi clianged 
four or five times. Disconnect the absorpl ion-tube and weigh. 
The increa'ic in weight represents the carbonic acid driven off 
and absorbed. 



CHAPTER VT. 



WATER (H.O). 



Water may exist in two states in ores, etc, uncombin 
(moisture) and combined (water of crystallization). 

Moisture. — To determine tlie moisture in an ore, heat a 
weighed amount of the pulverized sample at lOo" to 105° C. iT% 
a weighed porcelain crucible to constant weight. The loss in 
weight represents the moisture expelled in drying. A hot-ai^ 
bath provided with a thermometer is the most convenient ap*. 
paralus in which to perform the drying. 

In the case of coal, coke, etc., it is advisable to raise the 
temperature of the bath to about 11;" C. , 

In a metallurgical works the sample will usually be given to 
the chemi!!t with the moisture espclled, it having been previ- 
ously dried by steam at the sampling-works, where the percent- 
age of moisture in the lot or shipment of ore is determined, A 
good method to be pursued at a sampling-works is as follows: 
One or more samples of a little over a pound each are taken 
from each car or wagon load of ore as it comes into the yard, care 
being exercised to take for a sample the fine and coarse ore to 
about tiie same proportions as tlicy exist in the car or wagon 
load, and to lake the sample from difft:rent parts of the load. 
The lumps of ore are then broken up and one pound of the 
sample weighed out into the ordinary as!<ay-pan. A good plan 
of keeping track of the samples is to write the number of ilie 
car on a piece of wood and slick it in the sample. A conven- 
icnt drier can be made of boiler-iron. It should be several feet 
in length and at least 3 feet in width, if many dcterminationfl 
are to be made in the course of the day as is the case in most 
smetting-ivorks, and about 6 inches in depth. The joint^ 
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should be steam-tiglit. The exhaust-steam from the en 
conducted inlo the box and heats the iron plate upon which 
the sample-paiis are placed. A good plan i;i to take ihu samples 
in the afternoon, and, after weighing out. let them dry over 
night on the dryer. The Fairbanks Scales Company make a 
very convenient scales for this purpose, Tlie lop of the beam 
is graduated into ounces and the bottom into percentages. 
When the weight is on the end of the beam the scales will 
weigh one pound. After drying, transfer the sample to the 
pan of the scales and weigh ; the indicator of the weight will 
show the percentage of moisture lost. From tlie percentages 
thus found calculate the total pounds of moisture in the lot of 

Combined Water. — Tlie method to be pursued will depend 
on the character of the substance. When the substance con- 
tains no volatile matter which is driven off by heating except 
water, and does not undergo oxidation upon heating, heat to 
redness over the flame of a burner or in the muffle-furnace and 
weigh. Heat and weigh again, and repeat the operation until 
the crucible and contents no longer lose weight by being 
heated. 

' When volatile matter other than water is present, as for 
example white-lead, which contains both water and carbonic 
acid, a direct determination of the water is necessary. The 
following method will serve for most substances; 

Prepare a piece of combustion-tubing, about 12 inches in 
length, and to the left-hand end attach a suitable drying ap- 
paratus so that all air entering the tube will be perfectly dry. 
A very good form of drying apparatus can be made of three U- 
tubes about 5 inches in length, and neaily filled with small 
lumps of pumice. Then pour into each lube sufficient con- 
centrated sulpluiHc acid to fill the tubes about one third, pour- 
ing the acid over the pumice, so as to saturate it. The U-lubes 
are connected together and to the combustion-tube by perfo- 
rated rubber stoppers and pieces of glass tubing. All joints 
can be made perfectly tight with paraffine. To the right-hand 
end of the combustion-tube attach a calcium-chloride tube 




I 



filled with small lumps of freshly prepared calcium chloride. 
To prepare the calcium chloride, break it into small lumps and 
heat to redness in a clay crucible. After cooling in a dry place 
it is ready for use. To the other end of the calcium-chloride 
lube attach a U-tube filled with pumice and sulphuric acid, as 
before, to prevent any moisture finding its way back. When 
llic apparatus is all connected attach the last U-tube to the 
aspirator (the filter-pump makes a very convenient aspirator) 
and start a slow current of air through the apparatus. Gently 
warm the combuslion-tube, by holding the flame of a burner 
under it, to expel any moisture there might be in the tube. 
After the current of air has passed through the apparatus for 
about 15 minutes, disconnect the calcium-cliloride tube and 
weigh it carefully. Now introduce one or more grammes of 
the sub^tance into the combustion-tube by means of a weighed 
platinum or porcelain boat, reconnect the calcium-chloride tube, 
and start the aspirator slowly. Heat the substance in the boat 
by means of a good burner, gradually bringing to redness, and 
continue to heat for some time, finally moving the flame along 
the combustion-tube to expel any moisture that may have con- 
densed on its sides. Cool and whilst cooling continue to run 
the aspirator. Disconnect the calcium-chloride tube and weigh 
it. Its increase in weight will be due to the moisture absorbed 
by the calcium chloride. From the amount of substance taken 
calculate the percentage of water. 





As gold and silver are generally associated together in ore^ 
and as tlicir methods of assay are similar, they will be treated 
of together in tJie foilowing pages. 

Gold is universally determined and weighed as metallic 
gold. In ores it is universally determined by fire-assay, the 
assay occasionally being preceded by treatment of the ore with 
acids (Part III, Chap. IV), and occasionally being preceded by 
roasting of the ore. Silver is determined in the same manner, 
the ore or (urnace-product sometimes undergoing' Iffeatfflent 
with acids or roasting previous to assay. Alloys, such as silver 
bullion, are treated by special methods, either fire-assay or 
volumetric assay in the wet way (Part 111, Chapters II and 

III). 

The fire-assay is general in its application, and is the 
method universally adopted for estimating the gold and silver 
contents of ores, mattes, slags, etc. The results are not abso- 
lutely accurate, as there is necessarily a loss of both gold 
and silver in fusion, scorification. and cupellation. Tiie most 
serious loss takes place in cupellation, the precious metals 
being carried into the cupe! and off in the fumes. On the 
other hand, the gold and silver buttons may be contaminated 
with certain impurities of the ores under treatment, and the 
silver buttons with oxides of silver and lead, and the final gold 
beads with silver. When necessary, corrections may be made 
(or these differences, but such corrections are not usual in 
commercial work, except in the assay of gold bullion and 
9ilve<- *' I. 

y consists essentially in the collection of the 
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gold and silver in a button of metallic lead either by scorifica- 
tion (scorification method) or by fusion (crucible methodj. 
The Itad button is then freed from the adiiering slag by ham- 
mering on an anvil, and is finally hammered into the form of 
a cube when it is ready for cupellation. 

Both the scoHRcation and crucible methods are extensively 
used, the general practice in Colorado being to determine the 
silver in two or more portions of the ore by scoritication and 
the gold in two or more portions by crucible assay. On the 
P.icific coast the crucible method is the favorite one for both 
gold and silver. Both methods have their advocates, but we 
believe the Colorado practice is preferable, as most ores will 
yield hitjhcr silver results by scoritication and higher and more 
uniform gold results by crucible assay. The reason that the 
crucible method gives belter results on gold is owing to its 
allowing larger quantities to be taken for assay, and hence a 
larger button of gold is obtained for weighing than in the 
scorification-assay, where only a small quantity can be taken, 
resulting in a small button, which introduces a source of error 
in the weighing and calculation of results. This can be cbvi- 
at,:d by running a number of scorilications and combining the 
buttons in parting. 

Scoriiication-assay. — The quantity of ore taken for assay 
will depend upon the grade and character of the ore and the 
size of the scoriliers on hand. The amounts usually taken are 
V» **'■ A assay-tons. The table on the next page gives the 
chaises upon the basis of -^ A. T. ton. 

Litharge added to the assay as a cover, in the case of 
pyrites and m.ittes, helps the assay. A mixture of equal parts 
of sodium bicarbonate and nilre effect-^ the same results, 

Areenical and copper pyrites, speiss, and copper mattes 
containing a high percentage of copper are preferably assayed 
by special method. 

On most ores a charge consisting of ore j\ A. T.. test-lead 
40 grammes, and borax-glass as required, after scorification 
commences, gives good results. 

Ill case an insufficient quantity of lead or borax-glass has 
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Ore. 



Galena 

G.ilena with blende 
and pyriie 

Iron pyrite 

Arsenical pyrite .. . 

Gray copper 

Blende 

Copper ores and 
mattes 

Lead mattes 

Furnace accretions. 

Telluridcs 

Silicious 

Basic 

Basic wiih Barium 
sulphuie 

Lead carbonate. . . . 

Speisse 



Grammrs of 
'I'csi lead. 



15-18 

20-35 

30-45 
45-50 
35-48 

30-45 

35-40 

25-35 
25-50 

50 

25-30 

25-30 



25-30 
10-15 
30-60 



Grammes of 
Uuiax-g^iaS't. 



up to 0.5 

0.4-0. £ 
0.3-0.8 
0.3-1.5 
0.3-0.5 
0.3-0.6 

0.3-0.5 

0.5-1.0 

0.3-1.5 

0.3 

0.5-2.0 



Remarks. 



0.5-1.5 
up to 0.5 

0.3-0.5 



Hi^h temperature. Additioo of 

litharge helps assay. 
Low temperature. 

High temperature. Addition of 
oxide of iron helps assay. 

Low temperature. If necessary, 
the button should be lescorified 
with lead. 



Add a cover of litharge and re- 
scorify the button. 



If the ore contains much lime or 
magnesia the adiiiiion of sodium 
carbonate helps the assay. 

Addition of sodium carbonate 
helps the assay. 



High temperature. Rescorifylhe 
button with lead if necessary. 



been added, the deficiency can be made up by adding, after 
the .scorification has commenced, lead in the form of sheet-lead 
rolled into a compact piece, or borax-glass wrapped in a small 
piece of tissue-paper. If the test-lead or sheet-lead contains 
silver (some silver is always present), the amount which it 
contains .should be determined, and the amount present in the 
weijTJit of test-lead or sheet-lead used in the assay sliould be 
deducted from the weight of the resultant button. 

To determine the silver in the test-lead, scorify lOO grammes 
of test-lead with borax and cupel the resulting button. 
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Care should be exercified to use tlic proper amount of 
I fluxvs, so thai the resulting button will be of tlie proper sizi; 
1(8 to 12 grammes in weigln). If tlie button is too large, it may 
be reduced to tlie proper size by furtlier scorification with tt.st- 
lead and borax*glass. This will ficquently happen with ores 
containing much copper. ' It is better to reduce too larye 
a button by scorification rather tiian to cupel the button 
directly, as tin? loss of precious metals is less in scoriJication 
than in cupetlation. In case the button is hard or brittle, it 
sliould be rescon'lied, with the addition of test-lead, In this 
case care should be exercised in removing the button from the 
slag that no particles of the button be lost. The fluxes are 

I usually measured in place of weighing them out. A very con- 
venient tool for measuring out the test-lead is the adjustable 
measure which sportsmen use for measuring the charges of 
shot with which they load shells. After some experience the 
Bs^ayer will be able to guess at the weight of the borax-glass 
sufficiently close. 
One half of the test-lead is placed in the scorifier, the care- 
fully weighed ore added and mixed with the lead by means of 
M steel spatula. The balance of the test-lead is now added as 
r and the borax-glass placed on lop. The scorjlii.rs are 
K'placcd in the mufHe and tlie door closed. The door is kept 
closed until scorification commences, which is indicated by the 
nass subsiding and a ring of slag forming around the surface 
ppf the metallic lead. As the scorification proceeds the ring of 
; grows larger, until it finally closes over the surface of the 
Bead. The mufflL; should now be closed and the heat raised for 
I few minutes, in order to insure the slag being perfectly fluid ; 
|lhc scorifier is then removed from the muffle and its contents 
•oufcd into the scorifier mould. As soon as the assay is cool, 
I'Whicli takes but a few minutes, it is removed from the mould 
|knd the slag removed by pounding on the anvil with a light 
bamtncr. The lead button is hammered into the form of a 
cub?, when it is ready for cupeliation. The slag should be 
perfectly fl<iid. The lead should collect in one malleable but- 
The buttons should be weighed separately, and should 
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n^r rliffcr by more than a5 oz. per ton on ore assaying loo ozs. 
pr-r :«»:i. 

T.io calcination of results is as follows: Suppose -^^ A. T. 
taken for e.icii scorirication, four scorifications being made. 
The combined wei.;hts of the four buttons before parting is 
4 J.; millic:iammes. The weight of the gold button from the 
four assays is 3.8 milhgrammes: then 42.5 — 3.8 = 38.7 = 
W( i^ht of silver, and 38.7 X V* =96-75 ^z. silver, and 3.8 X -^4^ 
-" 9 5 ^^'^" ^^*^^' P^*" ^^^^ ^^ 2000 lbs. If the gold is determined 
separately by crucible-assay it is unnecessary to part the buttons 
from the scorification-assay, except as a check. In order to 
(ibt.iin the weight of the silver, the amount of gold as found 
hy crucible-assay is deducted from the amount of silver and 
g(i|(l as shown by the scorification-assay. 

Crucible-assay. — The amounts of ore usually taken for 
assay is i A. T. or i A. T., depending upon the grade of the 
ore, the size of the crucibles, and whether the fusion is per- 
fornuMl in ihc wind-furnace or the muflfle-furnace. If the fusion 
is pot formed in the muffle-furnace J A. T. will usually be taken, 
as a larger quanlily would involve the use of an awkward-sizcd 
erm ihio for the muffle. In Colorado the fusion is usaially per- 
fornu^l in the nutffle, and this practice is to be recommended 
on acioniU of the cleanliness and the greater faciliiy^ithn-hich 
the heat can he regulated as compared with fusion in the wind- 
hnnaet\ 

In m.ikinp up a chaise the object to be attarned is to 
produce a fluid slag which will permit of a perfect separation 
ot the lo.id into a button of the proper ii-eight (10 to 20 
j^T.inintevV to drive the impurities in the ore m:o the slag and 
rot into the load, and to collect all the gold and silver in tJic 
K\'.i; hution. The projx^v fli:xes and the amounts of each to be 
aiKlod \x ill dojx^^nd noon the mineral composition of ihe ore. 

If the ore is in lump form its mineral composition can be 
detormipod hy simple eyc-inspertion or a few blowpipe tests. 
1 1 in ihc form of powder, place about o.r gramme of the on.- nn 
?i larce watch-glass, 7idi6, warm and van b\ rotating and tannin'^ 
tlie glass to sef^rate the ^iffereni minerals. An inspection ot 
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the vanned sample with a magnirying-glass will usually show 
tlie mineral composition. 

Ill making up a cliarge it must be remembered that sulphur, 

arsenic, and antimony act as reducing agents, and that ferric 

oxide and carbonate act as oxidizing agents. Nitre acts as an 

oxidising agent, but its use is objectionable for the following 

reasons: Unless a large-sized crucible is used, and care is exer- 

V tised to heat the crucible and its contents gradually, during 

(usion loss is liable to occur from deflagration and the contents 

of tile crucible boiling over. The use of nitre also requires tliat 

the reducing power of the ore be known. If the composition 

of the ore is known (as regards S, As, and Sb). its reducing 

power can be calculated. If its composition is unknown, its 

reducing power may be determined by making a fusion, using 

the following charge: Ore, 2 gms. ; litharge, 15 gms. ; sodium 

L bicarbonate, 10 gms. Fuse in a hot fire, and when the fusion is 

B <)uiet remove the crucible from the fire, pour its contents into 

H a mould, and when cool det<ich the lead button from the slag 

^ and weigh it. From the weight of the lead button calculate 

tlic amount of nitre necessaiy lo add to the assay to obtain a 

lead button of the proper weight. 

Most assayers prefer the use of iron nails in the assay of 
sulphides and arsenides rather than the use of nitre. Powdered 
ai^ols, flour or powdered charcoal are the usual reducing agents 
used. The fu'.ion is performed in either the wind- or muffie- 
furnace. and requires from 25 lo 40 minutes. When the fusion 
U quiet, the assay should be allowed to remain in the furnace 
few minutes at a strong heat before it is withdrawn. 
Ticn the assay is cool, the lead button is extracted from the 
^g in the same manner as in the scorification-assay. 

The lead button should weigh from 8 to 18 grammes when 
IA- T. to I A. T. of ore is taken, the weight depending some- 
Jiat upon the richness of the ore. Should the lead button be 
liard (due to copper) or brittle (due to As, Sb. Te, etc.), or 
should a bullon of matte or speiss be formed, it should be 
•Corified, with the addition of test-lead or borax, if necessary, 
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before cnpcllation. The lead button is finally cupelled, the 
silver-gold button weighed, and parted as described before. 

In tiie case wliere gold only is determined by the crucible- 
assay, it is usual to add silver to the charge before fusion, either 
ill the form of pure silver foil or a small crystal of silver nitrate, 
unless the ore is known to contain sufficient silver to insure 
parting. The charge should always contain an excess of 
litharge, as it serves as an excellent flux and renders the slag 
fluid. The litharge used should be thoroughly sampled and 
the silver which it contains determined. A good charge for 
this ptirpose is: Litharge. 2 A. T. ; sodium bicarbonate, 
I A. T. ; argol, i gm. The amount of silver which the 
litharge used in each assay contains should be deducted from 
the result of the assay. The crucibles should never be more 
than three-fourths filled, and in case nitre is used not over two- 
third's. 

The assays are usually made in duplicate, and the buttons 
should agree within 0.5 oz. silver per ton on ore assaying 100 
oz. per ton. The results in gold should agree almost exactly. 
For gold assays by this method the general practice is to run 
two assays of J A. T. of ore each, and part the buttons togetlier. 
In the case of rich ores the buttons are parted separately as a 
check. The table on the following page gives the charges for 
different ores. 

In the case of copper, iron, and arsenical pyrites it is prefer- 
able to roast the ore previous to assay. After roasting, the 
ore is treated as an oxidized ore. To roast, weigh out \ A. T. 
of the ore, introduce into a clay roasting-dish and roast in the 
muffle, stirring from time to time. The addition of ammonium 
carbonate (commercial salt) facilitates the roasting. 

The special method (see Part III, Chapter IV) is especially 
adapted to the assay of pig copper, copper mattes, copper and 
arsenical pyrites, etc. 

Cupellation. — Cupellation is performed in a small cupel 
made of powdered and sifted bone-ash. In making up the 
cupels the addition of a small amount of potassium carbonate 
to the water used to moisten the bone-ash aids in making it 
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adherent. The cupel should always weigh a little more than 
the lead button to be cupelled. A very convenient size is a 
cupel weighing t8 gms. The cupels should be dried for a few 
days before using. 

The cupels are placed in the muffle and allowed to become 
hot before introducing the lead button. The cube of lead is 
dropped into the cupel and the door of the mufHe closed until 
cupellation commences. As soon as cupellation begins, indi- 
cated by the surface of the lead becoming bright and fumes 
arising from the cupel, the door of the furnace is opened. The 
temperature sliould be controlled within rather narrow limits. 
If the temperalure is too low there will be a considerable loss 
of silver and a liability of the button "freezing" (solidifying), 
when the assay is ruined, as it is not safe to accept the results 
from a frozen button. If the temperature is too high there 
will be a considerable loss of silver by oxidation and also prob- 
ably a mechanical loss in the lead fumes. The proper control 
of the temperature can be learned only by experience. A safe 
rule is to have the cupels show a slight ring of litharge crystals 
(feather litharge) around the edges. As the cupellation pro- 
ceeds the lead is oxidized, part being absorbed by the cupel 
and part passing off in fumes. Just before the last traces of 
lead arc removed the button will exhibit a play of colors, 
owJng to a thin film of litharge on the surface. At this point 
the temperature should be quite high in order to insure the 
removal of all the lead. This is usually accomplished by push- 
ing the cupel back in the muffle. When the lead is all re- 
moved the play of colors iceases, the button "brightens" or 
"winks" and solidifies. The cupel should be allowed tore- 
main in the furnace for a few minutes (there is no loss of silver 
after the button solidifies), when it is removed and cooled pre- 
vious to weighing. If the button of silver is large it is best to 
cover it with a hot cupel before removing from the muffle, and 
remove it gradually, other ivise the button is liable to spit or 
sprout, which may occasion loss. It is never safe to accept a 
sprouted button. 

The button, when cold, is removed from the cupel by a 
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pair of nippers, squeezed slightly in the nippers, and its bottom 
brushed with a stiff bristle- or wire-brush, when it is ready for 
weighing. 

The weighing of the gold-silver button is performed on a 
button-balance, which should weigh accurately to wiihin aio 
milligram me. In the case of small buttons and wliere -^ 
A. T. is taken (or assay, the balance used should be the gold 
biilance, and should weigh to within 0.01 milligramme. The 
weight of the gold-silver button being noted, the button is 
ready for pailing. 

Parting- ^Prior to parting it is best to flatten the button by 
a few light blows, especially if it contains much gold. In order 
that tlie button will part It should contain at least two and one 
half limes as much silver as gold. IE the button does not con- 
lain sufficient silver to insure parting, pure silver in the shape 
of foil is added on a cupel and fused by means of the blowpipe 
flame. After alloying, the button is flattened and is ready 
/or parting. The button is placed in a small porct^lain crucible 
and c. p. nitric acid of 1.16 sp. gr, is added," Tlic crucible and 
its contents are now warmed on an iron plate until all action 
of the acid has ceased, when the solution is brought to a boil. 
The crucible is now removed from the plate and the gold col- 
lected in one mass by gently rotating and t.ipping the crucible.' 
The solution is then poured off and fresh acid of I.26 sp, gr. is 
added. The contents of the crucible are now boiled for tliree 
minutes, the gold collected in ont mass, and the acid poured off. 
The gold is now washed three times with hot water, and the 
last drops of water removed from the crucible. A convenient 
piece of apparatus for removing the last drops of water is a 
piece of glass tubing drawn to a fine point at one end. The 
water is removed by suction on the large end of the tube. The 
crucible is now warmed on the iron plate until thoroughly dry, 
when it is ignited over a lamp or in the muffle. The gold 
should be bright, and have the ciiaracteristic color of pure gold. 
Tlic gold is now ready for weighing on the gold balance. 
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Some assayers prefer to part in a test-tube or small parting 
mat rice. If the parting is done in a test-tube or mat rice the 
tube is rinsed out twice with warm distilled water, and then 
filled with water and inverted over a small porcelain crucible. 
When the gold has all settled to the bottom of the crucible 
the tube is removed, the water poured off, and the gold dried, 
ignited, and weighed as before. 

The only exception to the above methods is in the case of 
an ore containing metallic scales^ Such ores should be assayed 
by the special method described in Part III, Chapter VIII. 

On the Pacific coast the fusion for the assay of low-grade 
gold ores is usually performed in the crucible or wind-furnace, 
from 2 A. T. to 4 A. T. of ore being taken. This method pre- 
sents the advantages that lai^e quantities of ore are taken for 
assay, and that only one fusion is necessaiy for each assay. 



CHAPTER VIII. 
MERCURY (Hg). 

Thr wet methods for the determination of mercury are 
extremely tedious, and at the same time (ar from accurate, 
unless extreme precautions arc observed. 

Tlie distillation methods, as described by Freseniu<i, Rick- 
etts, Mitchell, etc., are good, and are to be recommended 
where the percentage of mercury present is large. 

The two following methods have been tested and proved 
to be accurate, and, as they are simple and rapid, are to be 
r<rcommcnded, especially wlien the percentage of mercury 
present is smalt. Tliey both depend upon the distillation of 
the mercury and catching it on gold in the form of anuilg;im.* 

First Method. — Mix from o.a to 2.0 grammes of ore with 
from I to 4 grammes of iron filings (iron filings are preferable 
to lime, as they render the mass porous and facilitate the 
distillation) in a porcelain crucible of sufficient size. Prepare 
a cover for the crucible of sheet gold. This cover should be 
made in the form of a dish, so that it can be kept cool by 
keeping it filled with water. It should be of a diameter some- 
what larger than the diameter of the crucible, so that its sides 
project over the outer rim of the crucible. The weight of such 
a co%'cr will be from 7 to 10 grammes. 

Place the crucible in the ring-stand, fit on the cover, and fill 
it with cold water. Now heat the crucible gradually with the 



flame of a Bunseii burner, care being taken to keep the upper 
part of tlie crucible cool, and to especially keep llie gold cover 
cool. The first can be accomplished by allowing the flame 
to play only around the bottom of the crucible, care being 
taken to never allow it to reach the upper sides; and the 
second by adding cold water to the cover from time lo time. 
It will require from lO to 30 minutes to distil oft all the 
mercury. When the distillation is completed remove the gold 
cover, pour off the water, dry carefully, and weigh. The in- 
crease in weight of the gold cover (it having been dried and 
weighed before the operation) represents the mercury. 

Second Method. — This method is essentially the same as 
the above, the form of apparatus used only being different. 

Prepare a piece of combustion-tubing about 14 inches long 
and closed at the left-hand end. Introduce a weighed quantity 
of the ore, which .should be mixed with iron filings and lime, 
into the tube, shaking it down into the closed end. On top of 
the ore place a plug of ignited asbestos. Into the right-hand 
end of the combustion-tube introduce a spiral of gold-foil of 
which the weight has previously been determined, and a rubber 
cork connected with a small glass tube. This small tube 
should be about 18 inches in length, and should be bent up in 
the form of an L at the open or right-hand end. It can be 
kept cool by wrapping around it a cloth saturated with cold 
water. This second small tube is to catch any mercury which 
might pass the gold-foil and not be caught by it. 

After the apparatus i.s connected up, heat the left-hand 
end of the tube containing the ore, to drive off the mercury, 
gradually raising the temperature, but keeping the right hand 
end of the tube containing the gold spiral cool. Should 
any mercury condense in the combustion-tube it can be driven 
forward by moving the flame of the burner towards the right. 
After all of the mercury is distilled off, which will require from 
10 to 30 minutes' heating, remove ihe heat, and allow the lube 
to cool. When cnol disconnect the apparatus, examine the 
smnll tube, and if it contains no mercury remove the gold spiral. 



and weigh. The increase in weight of the gold will represent 
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the mercury. Should there be any mercury collected in the 
small tube, which will seldom happen if the operatiort was 
properly conducted, it must be collected and weighed, its 
weight being added to the weight of mercury caught by the 
gold spiral. 

This process properly performed will give excellent results 




LEAD (Pb). 

A GREAT many methods have been proposed for the deter- 
minution of lead, both volumetrically and gravi metrically, but 
the fuUowing are the only ones which are extensively used: 

1. Fire-assay ; 

2. Gravimetric determination as lead sulphate, and weighing 
as such ; 

3. Gravimetric determination as metallic lead, and weighing 
as such ; 

4. Volumetric determination with a standard solution of 
potassium permanganate ; 

5. Volumetric determination with a standard solution of 
ammonium molybdate. 

The first method is generally used in the United Slates and 
elsewhere for tlie di'terminatioti of lead in purchasing ores. 
Its advantages are : Rapidity, ease of execution, and the large 
number of assays wliich can be made in a given time. Its 
disadvantages are: All of the lead is seldom reduced, and Ihe 
buttons arc seldom pure. If the ore contains Sb, Sn, Bi, Cu, 
Fc, and Zn, the button is liable to contain more or less of these 
impui'itles. 

The advantages of the second method are that the results 
obtained are extremely accurate. Its disadvantages are : Time 
and the nicety of manipulation required. Some lead sulpl)ate 
will invariably adhere to the filter-paper and be reduced 
upon ignition of the filter. It requires care to prevent loss by 
volatilization, and to convert the lead reduced back to lead 
sulphate. The time required debars the method for technical 
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The advantages of the tliird method arc: Rapidity and the 
accuracy of results. The ^reat disadvantage of the method is 
the difficulty of obtaining aluminium free from silicon. If the 
aluminium used contains silicon the results will invariably be 
loo high, owing lo the formation of silica, which is weighed up 
with the lead. If pure aluminium can be obtained the method 
leaves little to be desired. 

The advantages of the fourth method are: Rapidity and ease 
of operation, Ukc nearly all the volumetric methods. Its dis- 
advantages are that the results arc liable to be a trifle low on 
account of the incomplete precipitation of the lead as oxalate. 
For technical purposes it seems to leave but little to be desired. 

The advantages of the fiflh method are the same as of the 
fourth method. For technical purposes it answers all require- 



1. Fire-assay. — The general practice in Colorado is as fol- 
lows: 5 grammes of pulverized ore are mixed with from 15 to 
20 grammes of lead flux in a clay crucible, a cover of borax is 
added, and the fusion made in a muffic-furnace. The time of 
fusion with a good fire is from 15 to 20 minutes. In the case 
of sulphide or base ores one or two iron nails or a few loops 
of iron wire arc added to the charge. When the fusion has 
become quiet the crucible is allowed to remain in the muffle 
from 1 to s minutes, when it is drawn out and its contents 
poured into a scorificr-mould. As soon as cold the button and 
slag are removed from the mould, and the button extracted 
from the slag by pounding with a hammer. The button ii 
pounded out thin on the anvil, and should be soft and malle- 
able. If brittle it contains Sb, S, etc. If hard it probably 
contains Fe, Cu, etc. The slag should be vitreous and brittle, 
and should not contain shots or globules of lead. Duplicate 
assays should agree to within about 05 per cent. 

2. Gravimetric Method, weighing as PbSO..— Lead 
may be determined in its ores and furnace-products by tri 
1,0 gramme of ore with 7 to 10 cc. of strong nitric acid in a 

, flask' or beaker of about 250 cc. capacity, covered with a watch- 
Iflass, and heating until the violent action ceases and the sul- 




piiur is oxidized. Then add lo cc. of dilute sulphuric acid (50 
per cent strong sulphuric acid and 50 per cent water), and boil 
until the nitric acid is expelled and dense white fumes of sul- 
phuric anJiydride appear. Then cool, dilute cautiously with 
about 50 cc. of water, and shake in the Hask to bre»k up any 
clots which may have formed, and also to cause the basic sul- 
phate of iron to go into solution. If very much iron is present, 
as in the case of mattes, it may be necessary to heat the 
solution in order to dissolve the basic sulphate of iron. Then 
cool, filter, and wash the residue, containing lead sulphate and 
gangue, with water containing i per cent of sulphuric acid, and 
then with about 40 cc. of alcohol. Dissolve the lead sulphate 
on the filter, also what may stick to the sides of the flask, with 
a slightly acid solution of ammojiium acetate, made by adding 
acetic acid to strong ammonia until the solution is slightly 
acid, then bringing back to an alkaline state with dilute am- 
monia, and then back to an acid state with a few drops of 
acetic acid. The solution should be warm when used. From 
two to three washings with ammonium acetate will be neces- 
sary to dissolve all of the lead sulphate. After washing with 
the acetate solution, wash with warm water. The lead will 
now all be in solution in the filtrate, whilst the silica, calcium 
sulphate, etc., will remain behind on the filter. Acidify the 
filtrate with an excess of sulphuric acid, cool, and filter off the 
svilphatc of lead, washing as before with a i per cent solution 
of sulphuric-acid water and afterwards with alcohol in order 
to displace the sulphuric acid. The filtrate may be tested for 
lead by adding a few drops of hydrochloric acid and passing a 
current of sulphuretted hydrogen gas through it. Should any 
lead sulphide be precipitated, it should be filtered off and dis- 
solved in a small quantity of nitric acid. Sulphuric acid 
should then be added, and the nitric acid be driven off by 
boiling. The lead sulphate thus recovered from the filtrate 
should be added to the other precipitate. The filter and its 
contents are then dried at a moderate temperature (not above 
100* C). and when dry transfer the contents of the filter-paper 
stely as possible to a clean watch-glass by inverting it 
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over the glass and working it with the fingers. Thei 
fiiicr ill a weighed porcelain crucible, and after it is burned and 
ignited add to the ash a few drops of nitric acid (to dissolve 
tiie lead reduced to metallic lead by the carbon of the filter- 
paper) and warm, then add two or three drops of sulphuric 
acid, evaporate off tTie excess of acid, brush the precipitate 
into tlie crucible from the watch-glass, and ignite all. Cool, 
and weigh t!ie crucible and its contents. This weight, less the 
known weight of the crucible and filter-ash, will be the weight 
of the lead sulphate. To calculate the weight of the lead, 
multiply the weight of the lead sulphate by 0.68317. 

3. GraTimetrically weighing as Pb. — Decompose the 
ore or furnace-product as in Case 2, and filter off the sulphate 
of lead and gangue. After washing thoroughly with water 
acidified with sulphuric acid, and finally with warm water, the 
lead snlphate is dissolved with a strong boiling solution of 
ammonium chloride. The ammonium-chloride solution is 
Bltcred into a flask and acidified slightly with hydrochloric 
acid. Two or three strips of aluminium foil are now intro- 
duced into the flask. The lead is precipitated as metallic lead 
by the aluminium. When all the lead is precipitated, which 
takes but a few minutes, the flask is filled willi warm water 
and inverted over a porcelain crucible. When all the particles 
of icad have settled into the crucible the flask is removed, and 
the lead pressed into one mass with the smooth end of a glass 
rod. The lead is washed a few times with hot w.iter. and 
finally with 95 per cent alcohol to displace the water. The 
crucible and its contents are dried carefully, care being exer- 
cised to avoid too high a heat, which would be liable to oxidize 
some of the lead, and weighed. The weight of tlie crucible 
is deducted from the total weight, the difference being the 
weight of the lead. A determination can be made in from 30 
to 40 minutes. This method is due to Von SchultK and Low. 

4. VoIumetricalIy,by Means of Standard KMnO,.— For 
ores and furnace-products the method of procedure is as fol- 
lows: Treat from 0.5 to 1.0 gramme of the material, according 
to its richness, with from 8 cc. to 15 cc. of strong nitric and 




■40 



A MANUAL OF PRACTtCAL ASSAYI/iTG. 



from 8 tc- to ij cc, of strong sulphuric acids in a casserole, 
cover with a watch-glass, and heat until decomposition is 
effected and fumes of sulphuric anhydride appear. Rt-move 
the casserole from the heat and cool; when coo), gradually 
add about 50 cc. of cold watirr, heat to boiling, and immediately 
filter, Wiisli well with boiling water acidified with sulphuric 
acid, and finally with plain hot water. Rinse the insoluble 
residue into a beaker of about 200 cc. capacity, using not more 
than 50 cc. of water; add 5 cc. of concentrated hydrochloric 
acid, cover with a watch.glass, and boil for s minutes. The 
sulphates of lead and lime pass into solution. 

If much silica and barium sulphate is present, it is best to 
filter and wash well with boiling water. The filtration must 
be done rapidly. Small quantities of silica do not interfere, 
but larger quantities prevent the subsequent precipitation of 
the lead in one spongy mass. 

Dilute the solution with water to about loo cc, keepirg it 
hot but not boiling. Add two grammes of granulated zinc 
(free from lead) to the solution, when tlie lead will immediately 
begin to be precipitated as a metallic sponge. When the 
action of the acid on the zinc has apparently ceased add 0.5 
gramme more of zinc and allow to stand for 5 miiiules. Now 
boil the solution, and add 10 cc. of concentrated hydrochloric 
acid. This dissolves the remainder of the zinc very quickly, 
and when tiie reaction is completed the lead sponge will be 
found floating on the surface of the liquid. Decant the solu- 
tton, wash the lead sponge with cold water, and press it out 
flat with the linger. Dissolve it in 1 cc. of concentrated nitric 
acid and 20 cc. of hot water. Add a slight excess of sodium 
carbonate (salt), and redissolve the precipitated lead carbonate 
by the addition of 5 cc. of strong acetic acid. Add 20 cc. of 
9S per cent alcohol, heat the solution to 65° C, and precipitate 
the lead with a s.-iturated solution of pure crystallized oxalic 
acid. The lead comes down immediately as a dense white 
cr>staltinc precipitate. Stir briskly until the precipitate settles, 
leaving a perfectly clear supernatant liquid. Filter and wash 
the precipiute three times with a hot mixture of alcohol and ' 
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ter (1 alcohol, i water), and then four times with hot water 
alone. In washing the precipitate it is well to use a fine jet, 
keeping the stream on the filter and not allowing it to flow on 
the glass, as otherwise the precipitate is liable to creep up on 
the funnel and thus occasion loss. When thoroughly washed, 
the precipitate is rinsed into a flask or beaker with about 50 
cc. of hot water, add 5 cc. of concentrated sulphuric acid and 
determine the oxalic acid which was combined witli the lead 
in the same manner as in theesiimalionof lime volumelrically, 
using a standard solution of potassium permanganate. (See 
Part I, Chap. XXIII.) 

A quite dilute solution of permanganate should be used — 
not stronger than 1.5S grammes of KMnO, to 1000 cc. of water. 
One cc. of such a solution will be equal to about 0.05 gm. of 
lead. The standard of the solution in terms of lead is obtained 
by multiplying the standard in terms of oxalic acid by 1.6428. 

Bismuth and antimony are the only impurities of the ores 
which are liable to affect the results. By adding a large excess 
of sulphuric acid to the nitric-acid solution, so that when the 
evaporation lakes place and the sulphuric-acid fumes appear 
the mass will be in a fluid and not a pasty condition, and 
allowing the mixture to cool and adding cold water gradually 
to avoid healing, all of the bismuth goes into solution, and 
remains in solution for a sufficient length of time to allow 
filtration and a separation of the sulphate of lead to be 
effected. If sufficient sulphuric acid is used, most of the anti- 
mony will likewise be held in solution. Should some antimony 
remain with the lead sulphate, it will be reduced to the metal- 
lic state by the zinc, and when the .solution of the lead is 
effected with the nitric acid it will remain behind as the in- 
soluble oxide, and thus be eliminated. 

A detcrmin-ition may be effected in from 35 to 40 minutes. 

This method is due to F. C. Knight." 

According to Mr. Knight's results, about 99.6 per cent of 
the lead present is obtained. 
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5. Volumetrically bjr Means of a Standard Solution erf 

Ammonium Molybdate. — This method is based upon Uic 
(set that aminuriium molybdate when added to a hot solution 
of lead acetate will produce a precipitate of lead molybdate 
(I'bMoO,) which is insoluble in acetic acid. Any excess of 
ammonium molybdate will give a yellow color with a freshly 
prepared solution of tannin. The solution of tannin is made 
by dissolving one gramme of tannin in 300 cc. of water, and is 
used as an indicator on a porcelain plate. The standard solu- 
tion of ammonium molybdate is prepared by dissolving 9 
grammes of the sail in 1000 cc. of water. This should give a 
solution of which I cc. Vi eqiia! to about o,oi gm. of lead. If 
the solution is not clear, it can be clarified by adding a few 
drops of ammonium hydrate. 

To standardize the molybdate solution weigh out Q.% gm. 
of pure lead sulphate and dissolve it in hot ammonium acetate; 
acidify the solution with acetic acid and dilute with hot water 
to 250 cc. Heal to boiling, and add from a burette the molyb- 
date solution until all the lead is precipitated as a white pre- 
cipitate. This is ascertained by placing the drops of tannin 
Holution on a porcelain plate and adding drops of the solution 
in the beaker to the tannin drops from time to time. As long 
as the lead is in excess no color is produced, but as soon as the 
molybdate is in excess a yellow color is produced (0.3 gm. 
PbSO. X 068317 = 0.20495 gm. Fb). This operation should 
be repeated, and from the number of cc. of the molybdate 
solution used in each case the value of one cc. is calculated in 
the usual way. 

To determine the lead in an ore- or furnace-product by this 
method 0.5 or 1.0 gm. of substance is weighed out (according to 
the percentage of lead: if 30 per cent or over, 0.5 gm. will be 
sufficient) and decomposed in a ca«crole by healing with 15 
cc. of strong nitric and 10 cc. of strong sulphuric acids. When 
the nitric acid is completely expelled, which is indicated by 
fumes of sulphuric anhydride, the casserole is removed from 
the heat and its contents cooled. Dilute with cold water, stir 
thoroughly, and boil until all soluble sulphates are dissolved. 



Now filter, leavin 
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ucli of the precipitate in the casserole 
as possible, and wash twice with hot dilute sulphuric acid and 
once with cold water. Now add to the sulphate of lead re- 
maining in the casserole hot ammonium acetate, pour the hot 
solution on the filler, and allow it to run througii into a clean 
beaker. This operation is repeated until the sulphate of lead 
is completely dissolved. Now wash out the casserole thoroughly 
with hot water into the filter. Acidify the solution in the 
beaker with acetic acid, dilute up to 250 cc. with hot water, 
and heat to boiling. Run in from the burette the standardized 
solution of ammonium molybdate until all the lead is precipi- 
tated, stirring thoroughly after each addition of the molybdate, 
and testing a drop of the solution from lime to time on the 
porcelain plate with the tannin solution. From the number of 
cc. of the molybdate solution used calculate the per cent of 
lead. 

Arsenic, antimony, and phosphorus do not interfere with 
the mctliod as they pass through the filter into solution. 

A determination can readily be made in thirty minutes. 
I Tne method is largely used in Colorado for the determina- 
■ tion of lead in ores containing copper, and in both lead and 
copper mattes. The results are excellent.* 

This method is due to H. H. Alexander.f 

■Slate School of Mines Scientific Quarterly, Vol. t, No. 4. 

f Tbe EnglDceting and Mining Journal, Vol. LV, No. 13, April i, 1893. 
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ARSENIC (As). 

For the technical estimation of arsenic in ores and metal- 
lurgical products, the following method, which was devised and 
published by Dr. Richard Pearce, of Denver, Colo.,* is the 
ino&t rapid and at the same time one of the most accurate 
metliods which we have: 

The finely powdered substance for analysis is mixed in a 
platinum crucible with from six to ten times its weight of 
a mixture of equal parts of sodium carbonate and potassium 
nitrate. The mass is then heated with gradually increasing 
temperature to fusion and allowed to remain for a few minutes 
in that state. It is then allowed to cool, and the mass removed 
by the addition of warm water. It is best to remove the mass 
by warm water, pouring in to acasserole, and, after the whole is 
transferred to the casserole, to heat to a boiling temperature and 
filter. The arsenic is i.i the filtrate as an alkaline arseniate, which 
is then acidified with nitric acid and boiled to expel carbonic 
acid and nitrous fumes. It is then cooled and almost exactly 
neutralized as follows: Place a small piece of litmus-paper in 
the liquid, which should show an acid reaction, and then grad- 
ually add ammonia until the litmus-paper turns blue, avoiding 
a great excess. Again malte slightly acid with a drop or two 
of concentrated nitric acid, and then, by means of very dilute 
ammonia and nitric acid, added drop by drop, bring the solu- 
tion to a condition that the litmus-paper, after having previ- 
ously been reddened, will in the course of half a minute begin 
to turn blue. If the neutralization has caused much of a pre- 

' Proceedings of the Coloratlo Scientific Society. Vol. I. 
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iCipitate (alumina, etc.) the solution is best filtered at once in 
order to render the subsequent washing and filtration of the 
arseniate of silver more rapid. If tliis filtration is unnecessary, 
the litmus-paper is drawn up the sides of the beaker, leaving 
a portion, however, yet immersed in tlic liquid. A neutraj 
solution of nitrate of silver is now added in sliglit excess, and 
after stirring the color of the immersed portion of the litmus- 
paper is noted, and if necessary the neutralization is repeated. 
The second neutralization is always necessary when the 
amount of arsenic present is large, as nitric acid is set free in 
the reaction between the alkaline arseniate and silver nitrate, 
according to one or both of the following equations, or those 
of ihe corresponding potassium salts: 

3AgNO,+ NaH,A50. = Ag.AsO. + NaNO.-|-2HNO„ 
and 

3AgNO, -f Na,HAsO. = Ag.AsO. + 2NaN0. + HNO,. 

The precipitated arseniate of silver, which is of a brick-re(} 
color, is finally collected on a filter and well washed with cold 
water. As a further precaution, the filtrate may be tested with 
^Iver nitrate, dilute nitric acid, and ammonia to see if the pre- 
cipitation is complete. The object is now to determine the 
amount of silver in the precipitate of arseniate of silver, and 
from this to calculate the arsenic. This may be accomplished 
in two ways: First, the precipitate may be dried in a scorifier, 
test-lead and borax added, and a sen rifi cat ion-assay made to 
determine theamountof silver. If this method is adopted any 
soluble chloride must be removed earlier in tlie process. Gen- 
erally but few ores will be encountered in which any soluble 
chloride is present. Another and shorter method of determin- 
ing the silver is as follows: Dissolve the arseniate of silver on 
the filter with dilute nitric acid {which leaves undissolved any 
silver chloride) and titrate the filtrate, after addition of about 
5 cubic centimetres of a saturated solution of ferric ammonium 
sulphate, with a standard solution of ammonium sulphocyanate 
(about 5 grammes of the salt to the litre of water), run in until 
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a fairit-red tinge is obtained, which remains after considerable 
shaking. The shaking breaks up any clots of sulphocyanatc of 
silver, and frees any solution held mechanically. 

From the formula 3Ag,0, A.s,0, we find that 648 parts of 
silver represent 150 parts of arsenic, or 108 parts of silver 25 
parts of arsenic. 

In determining arsenic in ores very rich in arsenic, such as 
arsenopyrite, niccolite, etc., it is desirable to add a few drops 
of fuming nitric acid to the weighed sample in the platinum 
crucible prior to the usual fusion. This oxidizes the arsenic 
and sulphur present, and prevents subsequent loss by defla- 
gration ; this precaution should also be adopted in the deter- 
mination of arsenic in sulphide of arsenic obtained in the 
ordinary course of analysis. Molybdic and phosphoric acids, 
which behave similarly to arsenic under this treatment, inter, 
fere, of course, with the method. Antimony, by forming 
antimoniate of sodium, or potassium, remains practically in- 
soluble and without effect. A determination can be made in 
30 minutes by this process. A modification of the above 
method has been proposed by R. C. Canby,* in which he 
neutralizes the solution with an emulsion of c. p. zinc oxide. 
The zinc oxide is added in slight excess (see Ciiapter XX: 
manganese), no delicate testing with litmus-paper and alter- 
nate adding of dilute ammonia and nitric acid becomes neces- 
sary, thus saving time, The slight excess of zinc oxide also 
tends to render the subsequent filtration and washing of the 
arseniate of silver more rapid, as its hold the gelatinous silica 
which is precipitated on neutralization. The writer has tried 
this method of neutralization, and regards it as an improve- 
ment on the method as originally given, 

* Tiaaiacilons ol Ihe American InstJlute ol Mining Engineers, Vol. XVI [, 
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ANTIMONY (Sb). 

Antimony in ores, mattes, etc., is best determined by one 
of the following gravimetric metliodB, The first method is the 
most accurate, and is to be recommended in scientific work and 
where great accuracy is required. The second method is more 
rapid and simpler than the first, and answers all purposes for 
technical work. 

First Method. — Precipitation of the antimony as sulphide, 
conversion o( the sulphide into antimony tetroxide (Sb,0,), and 
weighing as such. Method due to Bunsen.* 

Second Method. — Precipitation of the antimony as metal- 
lic antimony, and weighing as such. This method is due to 
Carnof.f 

First Method. — Treat i.ogm. of finely pulverized ore in a 
fla<ik, similar to the flask used in the determination of copper, 
with 5 cc. of concentrated nitric acid, lo cc. of concentrated 
hydrochloric acid, and 3 gms. of crystallized tartaric acid. 
Heat until the substance is nearly dry. in order to expel most 
of the free acid. To the nearly dry mass add loo cc, of water, 
make alkaline with ammonia, add lo cc. of yellow ammonium 
sulphide, and warm gently for one hour. Sufficient ammonium 
sulphide should be added to render the fluid yellow. Filler, 
and wash witii hot water until the filtrate runs through color- 
less. The antimony will be in the filtrate as ammonium sulph- 
antiinonate. Acidify the filtrate with hydrochloric acid, and 
allow the precipitate lo settle. Should t!ie ore be not 
iioroughly decomposed by the above treatment with acids, dry 






• Fresenlus, Quaiii, Anal., g us. p. ajj. 
\ Cotnptes, Reodus, cxiv, p. 587. 
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the residue remaining on the filter, and fuse it with 5 gms. t 
sodium carbonate and i.o gm. of sodium nitrate. Treat the 
fused mass with an excess of liydrocliloric acid and i.o gm. of 
tartaric acid, evaporate off the excess of acid, add 25 cc. of 
water, render alkaUne with ammonia, and treat witii yt-lloiv 
ammonium sulphide. Filter, wash, and acidulate the filtrate 
with hydrochloric acid. Allow the precipitated antimony sul- 
phide to settle, and filter off the precipitate on the same filter 
as before washing with hot water. Wash finally with alcohol 
to displace the water adhering to the precipitate, dry it at a 
low heat, wash with carbon disulphide to dissolve the free 
sulphur, and dry at a temperature of not over 100' C, As 
soon as the precipitate is dry enough to remove it from tiie 
filler, brush it into a watch-glass, cleaning the paper ii.i 
thorouglily as possible, and place the filter in a large covered 
porcelain crucible which has been previously weighed. Moisten 
it with concentrated nitric acid, add 4 to 5 cc. of red fuming 
nitric acid, and evaporate on a water-bath to dryness. Now 
transfer the precipitate to the crucible and add a little concen- 
trated nitric acid by means of a pipette, inserting the point of 
the pipette under the edge of the lid. When the violent action 
has ceased add lO times the volume of the precipitate of red 
fuming nitric acid, and evaporate to dryness on the water-bath, 
removing the cover as soon as all danger of loss by spirting is 
past. Finally ignite cautiously over a Bunsen burner to expel 
the sulphuric acid and convert the antimony into tetroxide. 
Weigh the tetroxide and calculate the antimony. The weight 
of the precipitate multiplied by 0.78947 equals the weight of 
antimony. 

In very accurate work all the filtrates should be treated with 
sulphuretted hydrogen to recover any traces of antimony which 
may have possibly escaped. 

A determination requires from three to four hours. 

Second Method. — This method consists essentially in obtain- 
ing the antimony in a hydrochloric-acid solution, in precipitat- 
ing it with tin and weighing it in the metallic state. The 
method varies somewhat, according to whether the ores are 
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oxidized or sulphide ores, and according to whether they con- 
tain lead or not. 

Sulphides. — Take from 2 to 5 gms. of ore, according to its 
iuppos;.'d percentage of antimony, so that we may operate on 
about 1.0 gm. of antimony. Treat in a small flask, as before, 
with 50 to 60 cc. of concentrated hydrochloric acid, and heat 
on a sand-batli. When the acid appears to have no furtiier 
action and the ore is decomposed, decant the clear liquid 
through a fiiter and add a fresh quantity of acid. Heat again, 
and continue until the sulphides are thoroughly decomposed. 
Decant througlt the filter and renew the acid once more, adding 
I or 2 drops of nitric acid to complete the attack ; heat at 
100° C. filter, and wash the insoluble gangue with hydrochloric 
acid diluted with water. 

The combined filtrates are diluted with an equal volume of 
Water, a blade of tin is introduced and the solution heated to 
80° or 90" C. The precipitation begins immediately, and for 
1.0 gm. of antimony is completed in about 90 minutes. 

The precipitate is washed by dccantation, replacing the 
liquid with dilute hydrochloric acid to remove salts of tin and 
any other salts which may be present. The metallic antimony 
Is brought upon a weighed filter, washed thoroughly with hot 
%ater, and finally with alcohol. The metallic antimony is then 
tiricd at 100° C. and weighed together with the filter. 

If the operation is conducted as above there is neither 
ippreciable loss nor oxidation. 

Oxidized Ores. — The oxides of antimony are frequently 
attacked with extreme difficulty by hydrochloric acid. We are 
then exposed either to notable losses by volatilization or to an 
incompl"te solution of the antimony. 

The method of procedure is as follows: The ore is placed 
in a small flat-bottomed flask, in which the quantity of from 2 
to 5 gms. forms a light layer permeable to gases. Place an 
elbow-tube in the fl.isk, by means of a cork in the neck, so 
that its lower end descends almost to the level of the ore. 
Through the tube pass a current of dry sulphuretted hydro- 
gen, placing the flask upon a piece of wire-gauze at the height 
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of a few inches above the flame of a Bunscn burner, so that 
the ttmperature sliail not exceed 300° C, producing no voU- 
tilization of ilic antimony sulphide. The ore remains pclvcni- 
lent and is j>ernieated by the hydrogen sulphide, which ads at 
the same time as a reducing and sulphurizing agent. Tiic 
surface of the ore is renewed from time to time by shaking 
the flask. The conversion is complete in about one hour. 
When cold the ore is treated with hydrochloric acid in tiic same 
fla^. The precipilaiion and weighing are then effected as 
described above. Experience shows that the quantity of anti- 
mony remaining undi^olved is quite insignificant 

Ores coDtainjog Iron or Lead. — Neither the presence of 
iron nor of zinc, even in considerable quantities, interferes ivith 
the method. 

Lead, if present, will be precipitated with the antimony by 
the tin. Its presence can easily be delected. If present weigh 
the combined precipitates of antimony and lead, and after 
weighing heat to 50° or 60° C. in a solution of yellow sodium 
sulphide (prepared by boiling the monosulphide with flowers of 
sulphur). Tlie antimony is rapidly dissolved, the lead being 
converted into a sulphide which is insoluble. 

Filter off the lead sulphide, wash thoroughly, and dry. 
Finally ignite the precipitate in a Rose crucible in a stream of 
sulphuretted hydrogen, and weigh, Eiglity-five per cent of 
the weight of this lead sulphide represents the corresponding 
weight of the metallic lead, which is to be deducted from the 
combined weight of the antimony and lead. 



CHAPTER XII. 



TIN (Sn). 

A GREAT many methods have been proposed for the separa- 
tion and eslimation of tin, for which see Fresenius, Rose, 
Cairns Crooks, etc. It is the opinion of the author that the 
(oltovving methods are the best in use : 

First Method. — Fuse i.o gm, of very finely piiherised rich 
tore with 3 gms. of sulphur and 3 gms. of tiry sodium carbonate 
in a large porcelain crucible over a Bunsen burner for about 
Wie hour. The ore and flux should be thoroughly mixed. The 
icat should not be too great, nor should the fusion be too 
[reatly prolonged, as the sulphide of tin may become oxidized, 
ind consequently be insoluble when the fusion is treated with 
llirater. The fusion results in the production of sodium and tin 
ilphides. If the fusion has been properly conducted the tin 
•ulphide should go into solution, upon addition of water, as 
ium sulpho-stannate. 

Allow the fusion to cool, place the crucible in a casserole, 
add hot water, and digest on the water-bath until the mass is 
disintegrated and removed from liie crucible. Filter, wash 
thoroughly with hot water, and acidulate the filtrate with sul- 
.uric acid to precipitate the tin sulphide. Allow the sulphide 
settle, keeping the solution warm ; pour the clear solution on 
filter, wash four or five times by decantalion, and finally on 
< filter, using hot water. Should the precipitate run through 
le filter wash with ammonium acetate. Place the filter and its 
intents in a weighed porcelain crucible, and apply a very j^entle 
with free access of air until the odor of sulphurous acid is 
longer perceptible. Gradually increase the heat to a high 
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degree, and finally add ammonium carbonate to insure the com- 
plete elimination of the sulphuric acid. The treatment with 
ammonium carbonate should be repealed several times. A 
high heat at the beginning is to be avoided, as fumes of stannic 
sulphide are liable to escape if the heat is too high. 

The residue from the first fusion and solution invariably 
contains tin ; hence it must be refused. Before fusion, if much 
iron is present it should be removed with a little dilute hydro- 
chloric acid. If but little iron sulphide is present the treat- 
ment with acid can be dispensed with. The residue is now 
dried, bnrned. mixed with sodium carbonate and sulphur, and 
fused as before. The fused mass is dissolved in water, filtered, 
and the tin precipitated as before. The weight of tin recov- 
ered from this second fusion is to be added to the weight 
obtained from the first fusion. If the fusions were properly 
Conducted a third fusion will generally be unnecessary." 

After weighing the stannic oxide, it should be examined 
lor silica as follows ; Fuse a weighed portion with three or four 
parts of a mixture of equal parts of sodium and potassium car- 
bonates, treat the fused mass with hot water, filter, and wash. 
Acidulate the filtrate with hydrochloric acid, and should any 
silica separate out, filter it off, reserving (he filter and its con- 
tents. Acidulate the filtrate with hydrochloric acid and pass 
sulphuretted hydrogen, to precipitate the tin. Filter out the 
precipitated sulphide and treat the filtrate as usual for silica, 
finally filtering through the reserved filter. Calculate the silica 
thus found to the whole weight of stannic oxide, and. after 
deducting this weight from the weight of the stannic oxide 
and silica, calculate the metallic tin. This method is due to 
kose.t 

Second Method. — Of all the different methods proposed 
for the dry or fire assay of tin ores it is believed that the fol- 
lowing is the best. This is the German method, and is essen- 
tially as follows : % Mix 5 grammes of ore with I.O gramme of 
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finely ground charcoal, and place in the bottom of an ordinary 
He&sian or clay crucible. Over this place 15 grammes of bhick- 
fiux substitute mixed with i gramme o[ borax-glass. The 
black-flux substitute is made by mixing ten parts of sodium 
bicarbonate with three parts of flour. On top of the chaij^e is 
placed a cover of salt, and on this several lumps of cliarcoal. 
The fusion is performed in the wind-furnace, using a coke fire, 
or in the mufHe.furnace. The crucibles should be left in the 
fire for from one hour to one hour and twenty minutes. Tlie 
fire should be hot—between a bright red and a white heat, hut 
not as hot as a white heat. The crucibles are removed from 
the furnace and allowed to cool. When cold they are broken 
open and the slag removed from the buttons, which are then 
ready for weighing. The slag should be clear and well fused. 

This method requires that the ore should be quite pure, 
and should contain a high per cent of tin. If the ore is low- 
grade, it should be fir^it concentrated by washing in a gold- 
pan or by coarse jigging. In this case the sample should 
be weighed, then washed until most of the silica, iron, etc., 
is removed. The concentrates are now dried and weighed. 
From the dry concentrates two portions of 5 grammes each 
are taken for assay. 

The method of calculating results is illustrated by the 
following example: 

Sample weighed 500 grammes. 

Concentrates weighed 55 " 

. Assay of 5 grammes concentrates gave tin 3.5 '• 

" S " " " " 34 " 

Average 3.45 

lence = 37.9S gms. tin in the 55 gms. of concen- 

. 37-95 X too - . , 

Ites ; and = 7.59 per cent tm m the ore. 






Two wet metliods for the determination of copper in ores 
and furnace-products are generally used in tlie United Slates, 
as follows: The volumetric assay, by a standard solution of 
potassium cyanide, and tlie battery-assay. Iji addition to 
these, the colorinietric method and the volumetric iodide 
method are sometimes used. 

First. Volumetric Assay by Means of Standard Potas- 
sium-cyanide Solution. — The best and most rapid method 
for making tliia assay is the metliod developed by Mr. A. H. 
Low, late chemist to the Boston and Colorado Smelting Com- 
pany at Argo, Colorado.* The method is essentially that of 
Dr. Steinbeck, but so modified as to save considerable time, 
while insuring equal if not greater accuracy. Treat i gramme 
of the pulverized ore in a flat-bottomed flask (250 cc'. capacity), 
or casserole, with 7 cc. of nitric and 5 cc. sulphuric acid. 
Commercial acids will answer all purposes. Heat till the nitric 
acid is all expelled and the sulphuric acid is boiling freely. 
Sulphur, if present, is usually partially, sometimes entirely, 
volatilized, a portion recondensing on the neck of the flask. 
What is in the bottom of the flask should be melted into glob- 
ules, which are yellow when cold and free from copper. Allow 
the flask and contents to cool sufficiently, and add 6 grammes 
of commercial sheet zinc cut into small strips of about 3 
grammes each. Shake the contents of the flask in order to 
break up any cake formed in the bottom, and allow to stai 

• Transactions of ihe Colorado ScicntiSc Socieir, Vol, I. 
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tfive minutes. Then add 50 cc. of water and 20 cc. of sulphuric 
acid to rapidly dissolve the excess of zinc, which usually takes 
about five minutes more. When solution of the zinc is com- 
plc'e, fill up to the neck with water, allow to settle, and decant 
(be clear siipeniatant liquid. This may be tested for copper, 
if desired, with sulphuretted-hydrogen water, bearing in mind 
that antimony, bismuth, etc., may be present and give dis- 
colorations likely to be mistaken for copper. As a rule, no 
discoloration or only an extremely faint one will be observed, 
and consequently the test is usually omitted. Fill up with 

» Water and decant twice more. The residue in the flask may 
Consist of gangue and copper, besides various other constitu- 
ents of llic ore and the impure reagents used, such as silver, 
gold, le^id. arsenic, antimony, etc., o( which only silver is likely 
to interfere with the assay. Now add 5 cc, pretty exactly 
measured, of puri: concentrated nitric acid, and boil, to expel 
; red fumes. Now add a single drop of strong hydrochloric 
Kid, and if much silver (i per cent or more) is thus indicated, 
idd a second drop of hydrochloric acid, which is usually quite 
jnfBcient, and, after dilution with a little water, filter. A 
nplc cloudiness or very slight precipitate of silver may be 
Bhregardcd. To the somewhat dilute acid solution add 10 cc. 
bf strong ammonia- water and cool. 

One of two courses is now to be chosen. If the color of 

ijie solution indicates that not more than 3 per cent of copper 

\ present, add about 125 cc, of water and filter, using a filter 

f about 6 inches in diameter and folded into corrugations. It 

liters rapidly, and the small amount of dilute solution remain- 

j In the pores of the filter generally need not be washed out. 

I a larger amount of copper is present, the 125 cc. of water is 

jdded and the titration with potassium cyanide is proceeded 

nth, until all but about 2 or 3 per cent of the copper has been 

Bitralizcd, and then the liquid should be filtered as before. 

: object of this filtration is to remove the gangue, lead. 

: hydrate, etc., which may be present, and afford a clear 

jQution with which to complete the titration. The cyanide 

jjtion is run into the filtered liquid, and when within a feu 



cubic centimetres of tlie end the bulk of the solution should 
be noted and distilled water added, if necessary, so that the 
final bulk will be about i8o CC. This is about tlie bulk which 
should be attained, without any dilution, in the assay of a sub- 
stance containinjj about 80 per cent copper, which is the maxi- 
mum amount considered in the present scheme, starting with 
one gramme of substance. The final addition of the cyanide 
should be made drop by drop, the flask being well shaken each 
time, until the blue or lilac tint can scarcely be discerned at the 
upper edges of the liquid when viewed against a white back- 
ground. Many chemists titrate to a faint rose or pink tint. 
The cyanide solution should be of such a strength thai 1 cc. 
will correspond to 5 milligrammes of copper. Accordingly, it 
will contain from 55 lo 60 grammes of commercial cyanide of 
potassium to the litre. It should be kept in a closed bottle, 
preferably of dark-green glass, covered with black paper, and 
be protected with a layer of coal-oil. To standardize, dissolve 
from three to five tenths of a gramme of pure copper-foil in 5 
cc. of pure concentrated nitric acid ; boil off red fumes, dilute 
slightly, add 10 cc. of strong ammonia-waler, cool, and titrate- 
When near the end add distilled water, to bring the final bulk 
up to about 180 cc, and finish as described above. 

Although moat ores yield to tlie above treatment with 
nitric and sulphuric acid, the addition of a little hydrochloric 
acid is sometimes necessary and advantageous. When the 
amount of silver present is known, it need not be removed, 
but a correction can be applied to the final result instead. 
2Ag = Cu, or I per cent Ag = 0.3 per cent Cu, about. 

When large amounts of arsenic, etc., are present, they may 
be only partially precipitated by the treatment with zinc, and 
may consequently, when ihe zinc is dissolved, react on the pre- 
cipitated copper and cause the .solution of a small portion. 
Witli such ores more time should be allowed for the zinc to act 
before dissolving the excess, and also the first decantation 
should be made as soon as possible after the zinc lias all been 
dissolved. An accurate assay can be made by this method in 
from 20 to 30 minutes. 



Battery-assay.— Tlie amount of ore or substance to be 
taken will depend on the amount of copper which it contains. 
For the assays of a subalajice containing 5 per cent or less of 
copper 3 grammes should be taken, wiiile for a substance c 
taining over 60 per cent of copper 0.25 of a gramme will be 
suflficieut. The usual amount is i gramme, but the assaycr 
should use Iiis judgment according to the amount of copper he 
thinks the substance contains. 

The substance is dissolved in the same manner described 
under the licad of the cyanide-assay. It is then diluted with 
a little distilled water and in order to remove silver, if present, 
one or two drops of hydrochloric acid (in extreme cases the 
amount necessary may be larger, but care should always be 
exercised to avoid an excess, as tliis interferes with the results) 
arc added, and the liquid filtered into a platinum dish of about 
I 60 to 70 cc. capacity. This dish is best made of the lightest 
ipUiinum whicli will admit of ordinarily careful handling when 
l'£llcd with the solution. The platinum dish is then placed on 
1 piece of copper or brass, connected with the negative or zinc 
clement of the battery (a very good battery for this purpose is 
ftlic ordinary Bunsen cell), while the liquid in the dish is con- 
nected with the positive pole either by a platiimm wire attached 
bo the positive pole and coiled in a horizontal spiral, or by a 
npper wire on which is hung a strip of platinum-foil the ends 
lo( which are immersed in the liquid. About 8 hours is the 
^imc usually required to complete the assay, the time of course 
■depending onlhc amount of copper present and the activity of 
Itlic electrical action. In order to determine it all the copper 
Blias been precipitated, a drop of the solution is removed from 
rtlie didli by means of a pipette and tested with sulphurctted- 
bydrogen water. 

If this test shows all the copper to have been precipitated. 

the liquid is best removed from the dish by siphoning off by 

lincans of a bent-glass tube, the solution being replaced by dis- 

Rlillcd water as fast as it siphons off. until it is washed suffi- 

|cicntly. When washed sufficiently the wires are removed and 

sh is washed with alcohol, which is poured off and the 
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contents dried by setting fire to the alcohol, wliich adheres \ 
the sides, after wliich the dish with its brilliant coating of rose- 
red copper is weighed. The difference between the wciglu of 
the dish and its weight after the precipitation of the copper 
upon it represents the weight of copper precipitated, from 
wliich the percentage of copper can be calculated. The pre- 
cipitated copper should always be of a rose-red color, otherwise 
the result cannot be relied upon. Many of the different ele- 
ments, if in solution, will be liable to be precipitated together 
with the copper, and will affect the result, sometimes to a very 
great extent. Messrs. Torrcy and Eaton of New York* have 
made a large number of tests with tlie cyanide and battery 
methods, and tile results of their tests and the conclusions which 
they draw from them are that In all cases the cyanide method 
is more reliable than the battery method. When much arsenic, 
antimony, bismuth, etc., are present, a very good method of 
procedure is to treat the ore according to the method described 
under the head of cyanide-assay, and after dissolving the pre- 
cipitated copper with nitric acid, add sulphuric acid and evap- 
orate to expel the nitric acid, fitter if necessary, and proceed to 
precipitate the copper by the battery. This method is prefer- 
able to tlie method described by Cairns, t and some otlier 
authors, of precipitating the metals of groups VI and VII by 
means of sulphuretted hydrogen and then dissolving the sul- 
phides of arsenic, antimony, and tin by the addition of caustic 
potash, on account of its greater speed and the less liability of 
loss of copper in manipulation. The use of sulphuretted liy- 
drogen is not only a source of annoyance and discomfort to the 
chemist, but, without very careful manipulation, introduces a 
liability of error owing to the difficulty of handling and wash- 
ing the precipitate. 

Taking all of the liabilities of error into consideration, the 
writer agrees with Messrs. Torrey and Eaton that the cyanide 
method is generally more accurate and preferable to the battery 
method. 
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A very ingenious and simple apparatus for the estimation 
of copper by electrolytic deposition has been devised by Mr. 
A- H. Low of Denver, Coio.,* and is for sale by Eimer & 
Amend o( New York, Tliis apparatus not only shortens the 
time required for the determination of the copper, but consid- 
erably lessens the expense of apparatus, requiring no expensive 
batteries and platinum dishes. It is consequently to be highly 
recommended for use in a laboratory where a large number of 
determinations are required to be made daily by means of 
electrolytic deposition. This method fails when a large quan- 
tity of ferric sulphate is contained in the solution. 

ColOrimetric Method. — This method is to be recom- 
mended for the estimation of copper in substances containing 
less than 2 per cent, as, for example, in slags from copper- 
smelting operations and in tailings from concentrating-works. 
The method was first suggested by Heinc.f The method given 
here is a modification of Heine's method. Where the amount 
of iron and alumina present is small, previous precipitation of 
the copper is not necessary, but in the case of slags and tail- 
ings, for which this method is particularly adapted, it would be 
impossible to wash out all of the copper salts with the small 
amount of wash-water which can be used ; hence in this case 
previous precipitation of the copper is necessary. 

The method consists essentially in converting the copper in 
the substance to be tested into ammonium cupric nitrate, and 
comparing the blue color produced with that produced by 
dissolving a known amount of copper in the same amount 
of acid and using the same amount of ammonia as is used in 
the regular assay. With each set of assays a separate stand- 
ard should be run, as the blue color is not constant, but fades. 
For the standard eitlier an accurately weighed amount of pure 
copper can be taken, or the same amount of slag or tails 
as is used in the regular assay mjy be taken. Where the 
L-lattcr method is adopted, and it is generally preferable, as there 

• Procecdinei of (he Colorado Scicmilic Sotiely, Vnl. I. 

f Sec Mitchell on Piaclical Assaying; Kerl's Metallurgy of Copper. 
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is less liability to error in weighing than where a small amount 
of pure copper is taken, and it also introduces the same con- 
ditions into thi; standard as are present in the regular assay, of 
course the copper must iiave been previously accurately deter- 
mined in the sample from which the standard is weighed out. 
A few ounces of the material will last for a large number of 
assays. In order to make the assay, the amount of material 
for assay and of the standard are weighed out and treated in 
tile same manner as described under the head of the cyanide- 
assay. When the precipitated copper has been thoroughly 
washed by dccantation it is dissolved in a small amount of 
nitric acid (about 3 cubic centimetres is sufficient), and an excess 
of strong ammonia added (about 4 cubic centimetres), the acid 
and ammonia being pretty accurately measured. The solution 
after slight dilution with water is then filtered into a graduated 
tube for comparison, and washed. Two of these graduated 
tubes are necessary, — one for the regular assay and one for the 
standard. They should be of tliin colorless glass and of the 
same internal and external diameter, and should also be pro- 
vided with a stopper, so that the solution may be thoroughly 
mixed by shaking. The assayer can prepare and graduate these 
tubes for his own use. 

The method of determining the percentage of copper pres- 
ent is best illustrated by an example: Suppose the materia) 
used for making the standard assay contained exactly i per cent 
of copper; then if a half gramme was taken, and after filtering 
into the tube and washing, the contents of the tube were 
diluted up to the 25-cc. mark with distilled water, each cc. of 
the solution would contain ^j milligramme of copper, or 0.2 
milligramme. The regular assay is then run, and after filter- 
ing into the tube the color of the solution is noted, and it is 
diluted with distilled water, shaking after each addition of 
water until the tint or color in the two tubes is the same when 
compared together against a white background. The height 
of the liquid in the tube is then noted. Suppose it reads 22 cc. 
Now, as each cubic centimetre of the standard solution contains 
0.2 milligramme of copper, each cubic centimetre of the solu- 
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the other tube contains the sai 
22 X 0.2 = 4-4 milligrammes. 

500 mgs. ore taken ; 4.4 mgs. Cu = 100: x\ x =. o.88;£.Cu. 

A new volumetric method which presents many advantages 
has recently been proposed. This Is a modification of Berrjn- 
gcr's* iodide method, and, as described by Mr. G. E. Jewell, f is 
essentially as follows: Treat i gramme of the substance in a 
flask with from 10 to 15 cc. of strong nitric and 3 to 5 cc. of 
strong hydrochloric acids; run down over a strong flame or 
on the sai>d-bath until the substance is decomposed ; cool, add 
from 5 to 8 cc. of concentrated sulphuric acid, heat until white 
fumes of sulphuric anhydride are given off. Cool, dilute with 
25 cc. of water, boil to disintegrate the mass, and filter off 
the residue, in which the lead and silica may be determined if 
necessary. 

Filler into a 250-cc. copper flask, add one or two strips 
of heavy aluminium-foil (where only smalt amounts of copper 
arc present the foil may be replaced to advantage with a 
coil of aluminium wire), and boil for from 10 to 15 minutes, 
which will generally be sufflcient time to insure the complete 
precipitation of the copper. Pour off the solution, wash three 
timei by decantation with hot water, add 3 cc, of nitric acid 
to the contents of the flusk, allowing the acid to flow over 
llic aluminium. The fine adherent particles of copper dis- 
ilve readily. Boil to expel nitrous fumes, decant into another 
and rinse the aluminium with a few cc. of water, add- 
ling the washings to the second flask. Cool, and add grad- 
ually a concentrated solution of sodium carbonate until a slight 
precipitate remains after shaking; now add 3 cc. of acetic acid 
to redis,solve the precipitate and render the solution slightly 
acid. Cool, and add 5 to 10 grammes of potassium iodide ; if 
the solution is not cold there is danger of volatilizing some of 
the liberated iodine. The copper is reduced to cuprous iodide, 
and an equivalent of iodine is liberated. This liberated iodine 

"TMt-tiook of Assaying. 
_ f "Tbe Dewrminaiion of Copper by Ihe Iodide Method,"3tate School of 

L Mine* Scientific Qiurtetly. Vol. 1, No. j. 
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gives to the solution a brown color which varies in depth 
according to the amount present. Dilute to loo cc with 
cold water, when tlie solution will be ready (or titration with 
the standard sodium-thiosulphate solution. Add the standard 
solution gradually from a burette until the brown color is 
almost discharged. At this point add 2 or 3 cc. of freshly 
prepared .starch solution, and continue the titration carefully 
until one drop of the standard sodium solution suddenly 
charges the blue color of the solution to a cream color, ivhich 
is the end point in the reaction. From the number of cc of 
the standard sodium solution used calculate the percentage 
of copper. 

The standard sodium solution is prepared by dis<iolving 
19.59 grammes of pure sodium thiosulphate in looo cc. of 
distilled water. One cz. of this solution should be equivalent 
to 0,005 gramme of copper. To standardize weigh out 0.3 or 
0.4 gramme of C. p. copper, and proceed exactly as in the case 
of an ore from the point at which the copper is precipitated 
by the aluminium. 

Bismuth is the only element which is likely to be present 
which will interfere with the results. Comparatively small 
amounts of bismuth will give the solution a brown color and 
mask the end reaction. 
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The following method will answer for the determination of 
bismuth in ores, alloys, furnace- prod nets. etc. 

In the case of aii alloy, if malleable, it should be rolled out 
thin and cut into thin strips; if not malleable it should be 
pounded up as fnie as possible on the anvil. 

When lead is present it sliouid be removed before ihe 
bismutli is precipitated. It can be removed by tlic addition 
of sulphuric acid. 

Dissolve I or 2 grammes (depending upon the amount of 
Bi present) of substance in from 7cc. to 15 cc. of nitric acid. 
Evaporate until m^st of the excess of acid is driven off, and 
add from 2 cc, to 4 cc, of cone, hydrochloric acid and some 
water. Nearly neutralize the excess of acid witli ammonia, 
and add a large quantity of water. After allowing llie precipi- 
tate of basic chloride of bismutli to settle, lest a portion of llie 
clear sopernalant fluid by tlie addition of water. If the fluid is 
rendered turbid add water to Ihc whole until the precipilalion 
is complete. Now filter olT the precipitate of BiOCI, and wash 
completely with cold water. 

One of two methods can now be followed : 

I. Deterininatioti as Bismuth Trioxide (Bi,0,). — Dissolve 
the precipilatc of basic chloride in nitric acid, and dilute with 
ttatcr, paying no attention to any precipitate of basic nitrate 
tliat may form. Add ammonium carbonate in j'crj- slight 
cxccfts. and heat ni-arly to boiling for from 15 to 30 minutes. 
Filter, W2sh with cold water, dry the precipitate, and when dry 
tr^insfcr it to a watch glass, removing as completely as possible 
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Irom the filter; burn the filter in a weighed porcelain crucible:' ' 
After the combustion of the filter-paper is complete and noth- 
ing but ash remains, moisten it with a few drops of nitric acid 
(to convert any bismuth which adhered to the filter-paper, and 
was reduced to metallic bismuth by it, into nitrate), evaporate, 
and ignite gently until ali the carbonic acid is driven off. Weigh 
the bismuth trioside and ignite gently again, repeating this 
operation until the weight is constant, care being exercised not 
to ignite too strongly. 

To obtain the weight of the metallic bismuth multiply the 
weight of the prt-cipitatc (Bi,0,) by 0.89744. 

2. Determination as Metallic Bismuth.— Fuse the pre- 
cipitate of basic chloride of bismiitli in a porcelain crucible with 
six times its weight of c. p. potassium cyanide, proceeding 
as follows: Place one-half the cyanide in the crucible, then 
introduce the precipitate rolled up in the filter-paper, and on 
top of it add the remainder of the cyanide. The fusion should 
be conducted carefully, the heat being gradually raised. It 
should be completed in about 15 minutes at a comparatively 
gentle heat. The fused mass is now dissolved in water, when 
grains or shots of metallic bismuth should separate. These 
grains are now washed rapidly and completely with water, 
and finally with strong alcohol, dried, and weighed. 

Sometimes the crucible may be attacked, and particles of 
porcelain will be found with the metallic bismuth. In such a 
case Rose recommends that the crucible, together with a small 
dried fiiter, be weighed before the fusion. Collect the insol- 
uble matter on the filler, dry, and weigh the crucible with the 
filter and bismuth again. 
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CHAPTER XV. 



CADMIUM (Cd). 

Cadmium may be determined gravlmetrically by precipi- 
tation as CdCO, , ignition to CdO, and weigliiiig as sucli. or it 
may be determined volumctrlcally by means of a standard 
solution of potassium ferrocyanidc. 

There are several oilier methods, both gravimetric and 
volumetric, for wiiicii see Fresenius, Rose, etc. 

Gravimetric Determination. — Decompose the ore with 
nitroliydrocldoric acid, evaporate nearly to dryness to dnVe 
off the nitric acid, leaving but a small quantity of free hydro- 
chloric acid present. Dilute with warm water, filter, and wasn 
thoroughly with hot water. Througii the filtrate pass a 
rapid current of sulphuretted hydrogen until all members of 
the sulphurctted-hydroyen group are completely precipitated. 

»Thc solution should not contain a large excess of hydrochloric 
acid: if it docs the cadmium will fail to precipitate. Filter 
off the precipitated sulphides, and wjish with sulphuretied- 
ibj'drogcn water. Dissolve the precipitated sulphides in hot 
ibydrochloric acid, and boil. If lead is present some will pass 
Jmo solution, and can be removed by precipitation with sul- 
phuric acid. Filter and wash. The filtrate will contain the 
cadmium as a chloride. Precipitate the cadmium with a slight 
excess of potassium carbonate (pure), filter, and w;ish precipi- 
tate thorouglily with warm water. Dry the precipitate, and 
vhen dry remove carefully from the filter-paper, introducing 
it into a weighed crucible. Moisten the filter-paper with a 
rong solution of ammonium nitrate, wrap it in a spiral of 
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platinum wire, and ignite over an alcohol flame, allowing 1 
ash to fall into the crucible. The cadmium carbonate adliering 
to the filter-paper is liable to be reduced by the carbon of 
the filter, and volatilized : hence the addition of ammonium 
nitrate, and the care required in ignition. Transfer all the ash 
to the crucible, and ignite lo constant weight. Care should 
be exercised during ignition that the cadmium oxide is not 
reduced. If reduced some will be volatilized and lost. Weigh 
the cadmium oxide, and calculate the percentage of cadmium. 

The results are liable to be a little low. 

Volumetric Determination.— This requires a standard 
solution of potassium ferrocyanide of about two-thirds the 
strength of the solution used for the determination of zinc. 
If its standard for zinc is known its standard- for cadmium 
may be calculated as follows: Let a = mgs. of zinc, which 
I cc. of ferrocyanide solution is equivalent to. and x = mgs. of 
cadmium, whicli i cc. of the solution should precipitate; then 

130 (mol. wt. 2Zn) : 224 (mol. wt. 2Cd) : : a : x. 

It is best to standardize the solution with a solution o( 
cadmium known to contain a certain weight of cadmium. 

The titration is performed in the same manner as in the 
determination of zinc, using uranium acetate as an indicator. 
The solution should not contain a large excess of hydrochloric 
acid, as cadmium ferrocyanide is soluble in hydrochloric acid. 
The analysis is performed as follows: Treat [ gramme of ore 
in Ihc same manner as in the determination of zinc (see Chap- 
ter XXI), and filter off the precipitated oxides. Neutralize 
the filtrate with hydrochloric acid, and add a slight excess of 
acid. Dilnte witii warm v/ater, and pass a rapid current of 
sulpliuretled hydrogen. Filter off the precipitated sulphides, 
wash with sulphurcttcd-hydrogen water, and dissolve the pre- 
cipitate in dilute hot hydrochloric acid. Dilute, and if copper 
is present precipitate it with test-lead or aluminium-foil. The 
solution is now ready for titration with tlie standard solution 
of potassium ferrocyanide. 
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The filtrate from the precipitated sulphides may be used 
for the determination of zinc, and the copper (if precipitated 
on aluminium-foil) may be determined as described in Chapter 
XIII. 

The method is rapid, and gives results which answer all 
requirements for technical purposes. 




Whilst many different methods have been proposed for 
the dettiiii illation of iron, the three following are the only ones 
in gencml use in the United States: 

1. IJy precipitation with ammonia, filtration and ignition to 
ferric oxide, weighing as such ; 

2. Volumetrically, by means of a standard solution of po- 
tassium permanganate (Marguerite's method) ; 

3. Volumetrically by means of a standard solution of i 
tassium bichromate (Peeiiy's method), 

Tlie chemist may have occasion to use all of these 
methods, as one very frequently gives good results where ihe 
others fail. Sometimes a combination of the firit and second 
or first and third may be employed to advantage. When the 
iron is to be d;termined by the first method the solution from 
which the iron is precipitated should first be freed from 
alumina, chromium, manganese, titanium, lead, arsenic, etc., 
which are wholly or in pari precipitated together with the 
ferric hydrate. As this is not always possible, especially in 
technical determinations, a combination of this method with 
one of the volumetric methods may be employed as follows: 
The iron, either in a hydrochloric or sulphuric-acid solution 
(sometimes it may be an acetic-acid solution when a basic- 
acetate precipitation has been made as described under the 
Iiead of Alumina), is precipitated by adding ammonia in 
excess to the warm solution and the solution brought to a 
boil. It is then filtered throuf;h a ribbed filter-paper and 
'•s this precipitate is exceedingly bulky and diflicuU 
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to wash, s. filler-pump may here be used to advantage. It 
should be washed witli warm water until the washings show 
only a faint trace of clilondcs or sulpliates, as the case may be. 
It is then dissolved on tile filter-paper directly into a flask 
with warm diluted liydrocliloric or sulphuric acids. It may 
then be reduced and determined volumetrically by either the 
second or third methods, as the case may be. If dissolved 
with sulphuric acid, it may be determined by either of tliese 
methods: if dissolved by hydrochloric acid, preferably by the 
bichromate method. 

The second method depends upon the fact that when a so- 
lution of potassium permanganate, which has an intense color, 
is dropped into a solution of ferrous oxide it gives up a por- 
tion of its oxygen, being decomposed into salts of manganese 
and potassium, until the ferrous oxide is completely converted 
into ferric oxide. Tiie moment this conversion is complete 
the permanganate imparts a pink color to the solution. The 
reaction which takes place is as follows : 

loFcSO, 4- 8H,S0, + K.Mn.O, = 

SFe.fSO.), + 2MnS0. -j- K.SO. + 8H,0. 

From this it will be seen that in order to determine the 
amount of iron in solution it will only be necessary to know 
what amount of iron one cubic centimetre of the perman- 
ganate solution will oxidize from the ferrous to the ferric 

(OTTT. 

A normal solution of permanganate is a solution of which 
I cubic centimetre is equal to or converts ro milligrammes 
of iron from the ferrous to the ferric state. To prepare such 
a solution, dissolve 12 grammes of pure crystallized potassium 
permanganate in 2030 cc. of distilled water. The amount of 
wjter will vary slightly with different permanganates, r^o that 
the chemist will have to determine tor himself the exact amount. 
with each new bottle of permanoannte he uses. This solution 
should be placed in a stoppered bottle and sliaken from time' 
to time until ready for use. It is best to make up the solution 
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at least forty-eight hours before standardizing. This soluttfl 
may be standardized in two ways : 

1st. By means of metallic iron. 

The iron employed for the purpose is usually fine piano- 
forte wire, which contains 99.7 per cent iron, This should be 
rubbed with sand-paper until bright, in order to remove dust 
and shellac, with which it is sometimes covered, etc.. before 
weighing out. It is best to weigh it out on the button-bal- 
ance, two portions being taken of about 150 and 200 milli- 
grammes, respectively. These portions are each introduced 
into a flat-bottomed flask (250 cc.) and dissolved with dilute 
sulphuric acid by gently warming. Many chemists (see Fre- 
senius, Cairns, etc.) use a valve-flask for this purpose, to pre- 
vent the oxidation of the iron during solution. The writer 
prefers to dissolve without going to the trouble of preparing a 
valve-flask, and afterwards reduce the small amount of iron 
which may have been oxidized, by the addition of some pure 
granulated zinc. This reduction lakes but a few minutes. 
When the iron is all reduced, which may be determined by 
removing a drop of the solution on a glass rod and testing it 
on a porcelain plate with a drop of ammonium-sulphocyanatc 
solution (if the iron is all reduced to the proto state the drop 
will remain colorless, whilst if any ferric oxide is present the 
drop will turn red, the depth of the color depending on the 
amount of ferric iron present), the contents of the flask are 
diluted, by the addition of cold distilled water, and the solu- 
tion decanted off from the zinc into a large beaker, or prefer- 
ably an ordinary glass battery-jar, the jar being much less 
liable to breakage in subsequent stirring of the solution. The 
flask and zinc arc well washed, the washings behig transferred 
to the jar. The solution is then diluted up to about 700 cc. 
(it is a good plan to scratch a mark on the side of llie jar at 
this point), and about 20 cc. of dilute sulphuric acid are added. 
In making subsequent determinations it is better to use the 
same or a similar jar. and always fill to the same point so as 
to have the«ame bulk of solution. Sometimes minute par- 
ticles of zinc will be decanted over with the washings, but 
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these will quickly be dissolved by the excess of sulphuric aciil. 
As soon as all effervescence of gas has ceased, — the solution 
should not be allowed to stand too long, as some iron is liable 
to be oxidized by contact with the air, — the solution is ready 
to titrate with the previously prepared permanganate solution 
vrhtch is run in drop by drop from a burette, with constant 
stirring, until the color (which disappears rapidly at first, and 
then ntorc slowly) finally becomes permanent, and remains so 
for one minute. The final color should be a light pink, and the 
chemist should note this color and bring his subsequent titra- 
tions to the same tint. The titrations should be performed in 
a good light and with a white surface (piece of paper) under- 
neath the jar. Note carefully the quantity of permanganate 
solution used, and calculate its value or standard as follows: 
Suppose 0.200 Eramme of iron were taken and 19.5 cc. of the 
permanganate solution was used : then 

0.1994 -^ '9-S — 0.OJ0225 + . 

H«ncc I cc. of permanganate solution corresponds to .01022 
gramme of iron. 

The results obtained on the two samples of iron wire taken 
should not differ more than one tenth of a cubic centimetre. 
If the difference is greater than this more trials should be 
made. 

The other method of standardizing the solution is by 
mc.ms of oxalic acid. The objection to this method is the 
uncertainty of procuring a normal atid. When oxalic acid is 
used the crystals should be kept in a tight-stoppered colored- 
glass bottle, and each bottle should be tested with some per- 
mangnnate solution, the standard of which has been previously 
determined, to determine if it is normal. The oxalic method 
bas the advant,-»ge liiat it is more rapid than the iron-wire 
method. To standardize the solution by this method weigh 
out about 250 milligrammes of oxalic acid on the button- 
balance, the exact amount taken being immaterial, so that the 
exact weight is known. Dissolve in water (about 100 cc). and 
Id 6 to 8 cc. of pure concentrated sulphuric acid. Heat to 
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about 60° to 70' C, and add permanganate solution 1 
color is permanent. The color will disappear very slowly at 
first, but after a few cubic centimetres of tlie permanganate 
solution have been added, it will disappear rapidly. After tlic 
first faint permanent tint has formed, add one or two drops of 
permanganate in excess (one or two drops having previously 
been determined to be the amount required to impart a faint 
tint to 600 cc. of distilled water) on account of the greater bulk 
of solution used when standardizing by iron wire. 

Hy comparing the equation previously given with the fol- 
lowing equation, winch represents tiie oxidation of oxalic acid, 

5(H,C,0,2H,0) 4- 3H,SO, + K.Mn.O. = 

loCO,H-2MnSO.+ K,SO. + 18H.O, 

it will be seen that the same quantity of potassium perman- 
ganate is required to oxidize one molecule of oxalic acid whose 
molecular weight is 126, or two atoms of iron (in the form of 
monoxide) whose molecular weight is 112. Consequently we 
have the equation assuming 0.250 gramme of oxalic acid wi 
taken : 

126 : 1 12 :: .250 : .222 -j-. 

In other words, the 250 milligrammes of oxalic acid taken rep- 
resented .223 -|- grammes of metallic iron. Suppose that 21.7 
cc. of permanganate solution were used, then one cubic centi- 
metre of permanganate solution would correspond to .01023 -f- 
grammes of iron. 

In practice the writer has usually standardized the solution 
once with iron wire and then checked the result with oxalic 
acid, using an acid whicli was known to be normal. 

Provided the proper precautions are observed, iron may be 
determined in a hydrociiloric-acid solution by means of 
standard potassium-permanganate solution, although most 
authors claim that this method is not accurate on account of 
the following reaction, which takes place if the solution is at all 
warm ; 



K,Mn.O, -h 16HCI = 2KCI -I- 2MnCI. + 8H.O -|- loCl. 
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Some of the chlorine set free will convert the ferrous iron pres- 
ent into ferric; but some will usually escape, and the results 
obtained will consuquenily be too higii. 

Tlie writer has found by experience that if only a small 
quantity of hydroci'Ioric acid is present and the solution is ex- 
tremely dilute (700 cc.) and cold, and moreover contains a large 
excess of sulphuric acid (usually 20 cc. concentrated acid), that 
the results obtained are a^ reliable as when sulphuric acid has 
been used as l!ie solvent. As a further precaution some 
cliemiriis add a (ew cubic centimetres of a saturated solution 
of manganous sulphate before titration. The writer lias 
generally found this latter precaution unnecessary, provided 
the above conditions were carried out ; but as the addition of 
manganous sulphate can do no harm, it is well to use it when 
the oper.itor is in doubt or when a considerable amount of 
hydrochloric acid has been used. 

The third metliod depends on the fact that if potassium 
bichromate is added to a solution of a ferrous salt in the pres- 
1 strong free acid, the ferrous oxide is converted into 
!rric oxide, as is shown by the equation 



:i,4- K,Cr,0,+ 14HCI = 3Fe,Cl, + 2KCI + Cr.CI. + 7H,0, 



'hicli shows that I or 295.18 parts of potassium bichromate 

will convert 6 equivalent or 336 parts of iron to the ferric state 

i-tS being the molecular weight of K,Cr,0, and 336 being 

9 times the atomic weight of Ft). In practice a half-normal 

ilion. or a solution o( which one cubic centimetre is equal 

k 0.00$ gramme of iron, is usually used» To prepare tliis 

Diuiion dissolve 8.785 grammes of pure potassium bichromate 

cs of water. The solution is best standardized by 

lans of iron wire, dis.solviiig the wire cither in hydrochloric 

sulphuric acids. The solution is then reduced and trans- 

Btrred to a suitable vessel for titration, some free acid being 

lllded. The bichromate solution isdropped in from a burette. 

he liquid being constantly stirred with a glass rod. The 

which is at first nearly colorless, speedily acquires a 
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palc-green tint, which changes gradually to a darker j 

A small drop of ihe liquid is now from lime to time taken out 
by means of the stirring rod and tested on a porcelain plalc 
with a drop of potassium ferricyanide (free from ferrncyanide), 
which should not be too strong or it will give a red precipitate. 
Wlien the blue color produced by the action of a ferrous salt 
on the ferricyanide begins to lose the intensity which is 
exhibited on the first trials and becomes quite faint, the 
addition of bichromate solution is proceeded with more care- 
fully. When the test no longer produces a blue color the 
oxidation is complete. From the remarkable delicacy of the 
reaction the exact point may be easily hit to a drop. After a 
Utile practice a large number of tests will seldom have to be 
made, as the operator may determine, from the manner in 
which the green color of the solution deepens, about how 
much bichromate it will be safe to add before testing. Many 
authors (Frcsenius, Cairns, etc.) recommend the u.se of a 
solution one tenth as strong as the regular solution for finish- 
iiig the titration. In ordinary practice this is found to be 
unnecessary where a solution as dilute as the one recommended 
is used. 

After the titration is completed, take the reading of the 
burette and determine the value of one cubic centimetre o( 
the solution in the same way as described for the permanganate 
solution. It is best to weigh out two portions of the iron wire 
and standardize the solution in duplicate, as is done in the case 
of the permanganate solution. 

For determining the iron by this method it may be reduced, 
to the ferrous state either by means of zinc or by means of a 
solution of stannous chloride added in slight excess, the excess 
being taken up by means of mercuric cliloride. Tiiis latter 
mctliod has the advantage that the reduction may be per- 
formed in a few moments, thus greatly reducing the lime 
required to make a determination. It m.iy also be employed 
to advantage when zinc free from iron and arsenic cannot be 
obtained, which may sometimes hnppen. If proper caie is 
used in the reduction the result will agree perfectly with 




IROfT. 



'7S 



: obtained by reduction with metallic ilnc. The only 
point to be observed is that tile solution of stannous and mer- 
curic chloride should not be too strong, and only a slight excess 
should be used. The operator, after a little practice, will have 
no difficulty in observing these conditions. The best form, 
and, on the whole, that which gives the most rapid reduction, 
when zinc is used to reduce the iron, is pure granulated zinc. 
The granulations should be quite heavy, otherwise small por- 
tions will become detached and pass over with the solution for 
titration into the jar. The granulated zinc may be made from 
pure bar zinc by melting in a crucible, placing a few lumps of 
charcoal on the surface of the zinc, and pouring into cold water 
after skimming. 

The solution may also be reduced by boiling in a flask with 
granulated zinc which has previously been amalgamated wiih 
mercury. In order to amalgamate the zinc place it in sul- 
phuric acid for a few moments, remove, and wash with water; 
then place in a bottle containing clean itiercury and sulphuric 
acid, and shake. This method of reduction has the advantage 
that less zinc is consumed than in the case where raw zinc is 
used, and also that if, in transferring the solution from the flask, 
some pieces of zinc pass over, they need not be removed before 
the titration is proceeded with, as hydrogen is no't evolved from 

tthc amalgamated zinc in a cold dilute solution. It has the dis. 
advantage that more time is required to reduce the solution. 
^here zinc free from impurities cannot be obtained, the solu- 
lion may be reduced in the following manner: Prepare some 
cubes of zinc about one-half inch square, and thoroughly amal- 
gamate them with mercury. In each of the flasks containing 
the solution of iron to be reduced place a strip of platinum. foil 
about three inches long and three quarters of an inch in width, 
and on this place a cube of the amalgamated zinc. In order 
to have the foil work \v.:!l it should be cleaned and its surface 
foughened. A strong current of gas should be induced bycon- 
^Cl between the zinc and platinum. A convenient form of 
ipparatus for tliis reduction is described in Vol. XV, Trans- 
Ktions of the American Institute of Mining Engineers. A 
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good vessel to pcrfonn ibis rcductioa io is the ordinary pound 
boltle that caustic potash and other reagents are put up in by 
the manufacturers. It itas been found by experiment that 
amalgamated zinc n-0t not give up its iron until it is nearly 
dissolved. The disadvantage of this method is the length of 
time it requires to reduce a solution — from 6 to 20 hours gen- 
erally being neccssarj'. So.'exal other methods of reduction 
arc described by different authors, but the above are sufTicicnt 
(or every case likely to occur in practice, and are among the 
best. 

The exact method to be pursued in making 3 determination 
will depend on the character of the substance. 

Iron Ores. — Most iron ores will yield their iron by simple 
boiling with acids. Hydrochloric acid is the acid usually em- 
ployed. Nitric acid is to be avoided, and this is especially tlie 
case where the iron is to be determined volu metrically by either 
of the above methods, for, if any nitric acid (which is an oxi- 
dizing agent) is present, reduction and subsequent titration will 
be impossible. If an ore is not decomposed by simple boih'ng 
with hydrochloric acid it may be treated with all three acids 
in the manner described for sitlpitide ores. 

Usually from 0.5 to 1.0 gramme of ore is dissolved in a 
small casserole or bc:;k'er,a small vessel always being desirable, 
as it avoids the use of a large excess of acid ; and when all the 
iron is in solution, which maybe determined by the appearance 
of the insoluble residue, the contents of the vessel are washed 
into a flask and reduced by some one of the methods described 
above, and the iron determined volumetrically by cither of the 
standard solutions in the manner described above. 

For the detcrminatio;! of tlie iron the filtrate from the silica 
can be taken, always provided nitric acid has not been used in 
dissolving. 

In some rare case:* an ore may be encountered which will not 
yickl all of its iron by treatment with acids. In such a case a 
very good method of procedure is to filter off and fuse the in- 
soluble residue with potassium bisulpliatc (see Silica, Chapter 
I), and add the product of the fusion, after solution in water, 
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r water together with a few drops o( hydrochloric acid, to the 
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case of chromic and litanjferous iron ores which will 
f dissolve by trealment with acids, fuse the insoluble 
residue as describsd in Chapter I, combine the iiitrate from the 
insoluble residue and the iron, determine the iron as above in 
tlie combined filtrates. 

Manganese Ores. — Determine iron in the same manner as 
I in iion ores. 

Limestone, Clay, Cement, etc. — The iron is best detcr- 
Imined in the filtrate from the silica (when the insoluble residue 
I bas been fused, the filtrate from it should be added to the fil- 
Itrate from the fusion) by heating it and precipitating the iron 
1 with ammonia as ferric hydrate. If the iron alone is required 
I this precipitate should be boiled in the beaker for a few min- 
I ittes and then filtered and washed with boiling water. When 
Itlie washings no longer show the presence of chlorides (this 
Lean be determined by obtaining a small portion of the wash- 
ings in a test-tube, acidifying with nitric acid, and adding a 
lirop of silvcr-nitratc solution, which should not give a white 
ripitate if the chlorides are all removed), the precipitate can 
be dissolved with warm dilute sulphuric acid directly into a 
flask, the iron being reduced and determined as before. Where 
lime, magnesia, etc., are not to be determined in the filtrate, the 
precipitate need not be washed to the extent of removing the 
last traces of chlorides. 

When alumina is to be determined, proceed in the manner 
described in Chapter XVII, on Alumina. 

Sulphide Ores, Mattes, etc. — The same method may be 
pursued in the case of all sulphide ores, no distinction being 
made between copper ores, lead ores, iron ores, etc., except that, 
when the amount of iron present is small, larger quantities 
_shouId be taken. Dissolve 0.5 gramme of ore in a small casse- 
! with 2 cc. of strong hydrochloric, 5 cc. strong nitric, and 
tout 8 cc. dilute sulphuric acids added in the order named, 
.ulphuric acid should be about 60 per cent concentrated 
ictd and 40 per cent water. A tlat-bottomed flask can also be used 
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for the solution, the subsequent reduction being performed in 
the same flasW. Heat on a sand-bath or iron plate until dense 
white fumes of 50, are evoived. Continue to heat for about 
two or three minutes, in order to be sure of removing the last 
traces o[ nitric acid ; remove from the source of heat, cool, and 
dilute to about 30 cc. If a casserole was used for solution, 
wash the contents into a flask, reduce, and determine volumet- 
rically. In the case of lead ores the solution is best reduced 
by means of metallic ziiic, on account of tlie sulphate of lead 
whicli is formed. The zinc reduces this lead sulphate to me- 
tallic lead, resulting in the liberation of any small amount of 
ferric sulphate which it might have held mechanically so that it 
would not have been reduced, tlius giving too low a result. 
When an ore contains arsenic or antimony the reduced solution 
cannot be safely titrated by means of potassium permanganate. 
In this case it is best to first precipitate the arsenic or antimony 
with sulphuretted hydrogen, filter off the precipitated sul- 
phides, and determine the iron in the filtrate. In the case of 
copper ores containing l;irge percentages of copper, it is best 
to first precipitate the iron with ammonia and determine as in 
the case of iron in limestones, as copper will interfere with the 
titration and give too high results. 

Oxidized Ores of Lead, Silver, Copper, etc. — Treat in 
the same manner as an oxidized iron ore. 

Slag. — 1( the sample has been taken by suddenly chilling it 
(see Chapter I, on Silica), it may be treated as follows; Weigh 
out one half gramme of finely pulverized slag into a casserole 
of about 100 cc. capacity, moisten with about 7 cubic centi- 
metres oE water, and stir with a glass rod. Then add about 5 
cc. hydrochloric acid and stir again with a glass rod in order to 
break up any clots which form and stick to the bottom. Heat 
to boiling, and stir from time to time, if necessary, Wlien the 
slag is decomposed, which may be determined by moving the 
glass rod around the bottom of the casserole to see if any gritty 
substance is encountered. If no grit is encountered and the 
insoluble portion appears like flocculent silica when the solu- 
tion is stirred with the rod, the slag is decomposed. Usually 
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icre will be some black specks seen floating on the surface of 
ic liquid, but ihey may be disregarded, as they consist priiici- 
My of lead sulphide. The contents of the casserole are now 
'diluted with watc;r and a few cubic cenlimetres of dilute sul- 
phuric acid added, and then some pure zinc to reduce the iron, 
the casserole being covered with a convex watch-glass. After 

ithe iron is reduced, wliicli will only require 11 few minutes, as 
bost of the iron was oritjinally present as ferrous iron, and if 
Hie solution is performed rapidly, but a small portion of it will 
have become oxidized ; it can be determined by eiihcr of the 
methods of titration given, — standard bichromate or perman- 
ganate of potassium solution. Or the iron may be reduced by 
means of stannous chloride as before described, and determined 
with standard bichromate solution. A determination maj' be 
made in from ten to fifteen minutes, according to the method 
employed. When the sample was not so taken that tiie slag 
will decompose in iiydrochloric acid a cinCering fusion may be 
made on 0.5 gramme (see Cliaptcr I), tlie fusion being 
dissolved in water and hydrochloric acid, and the iron deter- 
mined as above, or the iron may be determined in the filtrate 
from the silica. If the iron is determined in the filtrate from 
le silica, care should be taken not to heat the mass, after 
poration to dryness, much above 1 10° C, otherwise chloride 
if iron will be volatilized. Objection may be taken to the 
above rapid method on t!ie ground that it is not absolutely 
accurate. However, with ordinary care in manipulation dupli- 
cates will agree within two tenths of a per cent, and the 
method certainly gives results sufficiently accurate for the con- 
trol of the workings of the furnace in a metallurgical Horks. 
The writer has frequently examined the insoluble residue from 
the silica determination for iron by fusing, without finding 
more than a trace, and generally without being able to detect 
jliiy ferrous oxide. On account of the rapidity of this method 
is invaluable to the lead or copper metallurgist for the con- 
>1 of the workings of the furnace. 

Fused Ores, Fused Flue-dust, etc.— These will fre- 
lently decompose as perfectly as a slag if sampled by the 



iror 

Kvai 
■bf i 



iSO A MANUAL OF PRACTICAL ASSAYING. 

rod (sec Part 11, Chapter I). In sucli a case the iron may be 
determined as above. When the insoluble residue is gritty 
and contains iron it should be fused either wiih acid sulphate 
of potassium or carbonate of soda, the determinalion then 
being proceeded with as dev-cribeU under the head of Iron Ores, 
the filtrate from the insoluble residue and the silica being com- 
bined. 

Pig-iron, etc. — Most pig-irons, steels, etc., will give up 
their iron by simple healing with dilute sulphuric acid. The 
iron may then be determined as easily as in ihe case of piano- 
forte wire, it however being a good plan where 0.5 gramme 
is taken to dilute the solutioii up to SCX) cc. wiih distilled 
water, draw off two or three portions of lOO cc. each with a 
pipette, reduce each portion, and determine. A very good plan 
is to titrate one portion, then add the next portion to the 
same solution and titrate, then add the third portion, and take 
the total reading of the burette, making the calculation of the 
percentage on the basis of three fifths of a gramme of sub- 
stance taken. 

In the case of ores, etc., containing arsenic and antimony 
the following rapid method will serve for all technical deter- 
minations: Decompose as described above, and reduce the 
iron with granulated zinc. When the iron is ail reduced filter 
rapidly, and wash thoroughly with water. The arsenic and 
antimony will be precipitated by the zinc and remain on the 
filler. The filtrate containing the iron can now be safely 
titrated as above. 
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Only two methods are in general use for tlie determination 
of aluminium (Al) or alumina (AI,0,): ist. Precipitation oi 
the alumina as hydroxide with ammonia, filtration of the pre- 
cipitate, ignition to Al,0, , and weighing as sucli ; 2d. Direct 
dcterminatinn as aluminium phosphate (AI,I*,0_). 

First Method. — This method presents the disadvantages 
common to all indirect methods, and is quite tedious, cfpe- 
ciully in tite case of a substance containing iron, pliosphorus, 
chromium, titanium, etc. 

The metltod of procedure is as follows: The silica, and all 
metals of the sulphuretted-hydrogen group (As, Sb, Sn. Pb, Hg, 
Cu. Bi.and Cd), if present, must be removed from the solution. 
The silica is removed by any of tht.- methods desciibed in Part 
II. Chapter I. The metals of the sulphuretted-hydrogen group 
can be removed by passing a rapid curieni of sulphuretted- 
hydrogen gas through the filtrate from the silica, the precau- 
tion being observed that nitric acid is not present. After the 
sulphides arc all precipitated, the solution should be rapidly 
filtered, and the beaker and precipitate on the filter sliould 
be thoroughly washed with distilled water, to which has been 
added some sulphuretted hydrogen water. Should a precipi- 
tate of sulphides form in the filtrate, the solution should be 
again treated with sulpluirctted-hydrogen gas until a precipitate 
no longer forms. The filtrate from the precipitated sulphides is 
healed to boiling, and the sulphur is oxidized by the addition 
of potassium chlorate or bromine-water, which should be added 
from time to time until the solution is perfectly clear. Should 
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a precipitate form upon boiling (if much sulpliuretted hydrogen 
was used yellow sulpliur will separate), it should be filtered off. 

The solution is now ready for the piecipitation of the 
aluminium as hydroxide with ammonia, which is efftctcd as 
follows: Ammonia in slight excess is added to the solution, 
and the contents of the beaker are boiled until the free amino, 
nia is driven off. This can be determined by holding a piece 
of glass, previously moistened with dilute hydrochloric acid, 
over the bedker; should no wiiite fumes form the free ammonia 
has been expelled. It is crsential that the free ammonia should 
be expelled, as aluminium liydroxide is slightly soluble in an 
excess of ammonia. It is also essential that ammonium chlo- 
ride be present; snfBcicnt will be formed when the ammonia is 
added if the solution contains much hydrocliloric acid. The 
contents of the beaker are now ready for filtration, which is 
performed as usual, wasfiing the precipitnte thoroughly with 
hot water. Add a little ammonia to the filtrate, and boil. 
Should a precipitate form, filter it off, and add il to the first 
precipitate. This is essential, as when the amount of alumina 
present is large it may not all be precipitated the first time. 

The precipitate will consist of aluminium hydroxide, ferric 
hydroxide, if any iron was present in the solution (iron is gener- 
ally present); chromium hydroxide, provided chromium was 
present in the solution (except in the case of chromii iron ores 
and chrome iron and steel, chromium will rarely be encoun- 
tered); and also of phosphoric acid, which is present in all iron 
ores. The precipitate is now dried in an air-bath or by placing 
the funnel with the filter in a ring-stand over a sand-bath or 
hot plate. When dry the precipitate is transferred to a weighed 
platinum crucible by removing the filter from the funnel, 
inverting it over the crucible, and rolling it between the fingers. 
The filler is rolled into a ball, and placed upon the lid of the 
crucible, where il is burned and ignited over the flame of a 
burner. The contents of the lid are now added to the contents 
of the crucible, and the whole moistened with a few drops of 
nitric acid, the addition of nitric acid being necessary in order 
to oxidize any iron to the ferric form which might iiave been 
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reduced by the carbon of the filtei-paper. A second addition 
of nitric acid, and a second igniiion. is neces.saiy where much . 

present and a large filter-paper lias been used. The 
crucible and its contents are now ignited over the blast-lamp 
or in the muffle-furnace at a brijjlit-red heat, cooled, and 
weighed. Tin.- increase in weight of the crucible represents 
the weight of ihe combined alumina (Al,0,), ferric oxide 
(Fc,0,), piiosphoric acid (P,0,), and chromic acid (Cr,0,). 

Frpm the weight of the combined oxides calculate the 
percentage. From tliis percentage deduct the percentages of 
tlie different oxides, as determined, in separale portions. Ex- 
cept in the case of chromic titaniferousand phosphoric iron ores, 
the difference between the percentage of the combined oxides 
and the percentage of ferric oxide will be the percentage of 
alumina present. The percentage of ferric oxide present in the 
combined oxides may be determined as follows: Transfer the 
combined oxides, after weighing, to an agate mortar, and grind 
to an impalpable powder. Weigh nut a portion of tlie powder, 
and fuse it with acid potassium sulpiiate in the manner de- 
scribed in Chapter 1. Dissolve the fused mass in hot water, 
add an excess of sulphuric acid, reduce, and determine the 
iron as described in Chapter XVI. From the weight of the 
ferric oxide, as thus determined, calculate the total weight of 
the ferric oxide present in the combined oxides, and deduct 
it from the weight of the combined oxides, tlie difference 
facing the weight of alumina in the amount of substance taken 
(or analysis. When extreme accuracy is required the author 
prefers this method to the determination of the iron in a sepa- 
rate portion, and deducting that result from the weight of 
the combined oxides. 

Iron Ores. — Dissolve as in Chnpter XVI. The treatment 
wilh sulphuretted hydrogen can usually be omilted, as metals 
of the sulphuretted-liydrogen group are seldom present. To 
the filtrate from the silica add ammonia and proceed as above. 
When titanium and chromium are present they will be precipi- 
tated with the alumina. In this case proceed as described in 
Chapters XVIII and XIX, or by the second method. 
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Mangmicse Ores. — Same treatment as with iron 
cept lliat it is necessiiry to dissolve the iirst precipitate of 
liydioxides with a little hydrochloric acid and reprccipitate 
with ammonia, in order to insure the separation of the man- 
ganese. 

Limestones, Clays, Cements, etc. — Same treatment as in tlie 
case of iron ores, taking tlie filtrate from the silica obtained 
as described in Chapter I. When a fusion of the insoluble 
residue has been necessary, combine the filtrates from the in- 
soluble and the silica. As the alumina is generally present as 
a silicate, it can be determined in these substances, with a 
sufficient dejjret; of accuracy for technical purposes, as fol- 
lows: Determine the iiisoluble residue (sec Chapter J), and 
after weighing it fuse and determine the silica. The differ- 
ence between the weights of the insoluble residue and silica 
obtained will be the weight of alumina present. When barium 
is present the weight of the barium sulphate should also be 
determined and deducted from the weight of the insoluble 
residue. 

Silver and Lead Ores. — It will generally be sufficient to 
determine the insoluble residue (Cliapter 1) and the alumina 
by difference as in the case of clays. Wlien the ore contains 
compounds of alumina which are soluble in acids, the filtrate 
from the silica, obtained by fusion, should be added to the 
filtrate from the insoluble residue, and the alumina determined 
in the combined solutions as above. In the cise of lead ores 
which do not contain any members of the sulphuretted -hydro- 
gen group, except load, the following method may be adopted: 
Determine the insoluble residue by treating with hydrochloric, 
nitric, and sulphuric acids and evaporation to fumes of sulphuric 
anhydride. The lead will all be converted into sulphate, and 
can be removed from the insoluble residue with ammonium 
acetate. The filtrate from the insoluble residue and lead sul- 
phate will now be free from lead, and the treatment with sul- 
phuretted hydrogen can be omitted. 

Slags. Mattes, etc. — Determine the alumina in the filtrate 
from the silica as above. In the case of lead and copper sla^ « 
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and mattes these metals will have to be removed by treatment 
with sulphuretted hydrogen. When much manganese or zinc 
is present, it will be necessary to redissolve the first precipitate 
of hydroxides in a little hydrocliloric acid and reprecipitate 
with ammonia. If this precaution is omitted the results will 
be high, on account of the manganese and zinc carried down 
with the iron and alumina. A better method is to make a 
basic-acelate precipitation, dissolve the filtered and washed 
precipitate with a little hydrochloric acid, and reprecipitate 
with ammonia as above. 

Second Method.— This method, which was proposed by 
Dr. Drown,* depends upon the principle that if a slightly acid 
solution of aluminium and iron is clectrolyzed with an anode 
of platinum and a mercury cathode, the iron will be precipi- 
tated on the mercury, and the solution, after precipitation of 
the iron, will contain all tiie aluminium, from which it (the Al) 
may be readily precipitated as a phosphate. This method is 
particularly adapted to the analysis of alloys containing com- 
paratively snnall quantities of aluminium and considerable iron. 
Tlic method of procedure in tlie case of an iron or slecl is as 
follows; Dissolve from 5 to 10 grammes of the substance in 
sulphuric acid, evaporate until white fumes of sulphuric 
anhydride appear, add water, heat to bring the iron into solu- 
tion, filter off the silica and carbon, and wash with water acid- 
ulated with sulphuric acid. Render the filtrate nearly neutral 
with ammonia, and add to the beaker, in which the electrolysis 
is to be made, about one hundred times as much mercury as 
the weight of iron or steel taken. The bulk of the solution 
should be from 300 to 500 cc. Connect with the battery or 
dynamo current so that about two amperes will pass through 
the solution over night. The connection witli the mercury is 
best made by means of a platinum wire fused into a piece of 
glass tubing which passes through the solution. The glass tube 
should be filled for about one inch witli mercury in order to 

* Transactioa* □( Tbe Atnerlcao Imliiute of Mining Engineers Vol. XX, 
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weight it and make a perfect connection with the mercurj' in 
the beaker. In the morning the solution is tested for iron, and 
if necessary the electrolysis is continued after adding sufficient 
ammonia to neutralize the acid set free by the deposition o[ 
the iron. Tlie progress of tlie operation may be observed by 
the change in color of the solution. At first it becomes darker 
in color near the anode; after five or six hours it is nearly 
colorless, and finally becomes pink, from the formation of per- 
manganate. 

When the solution gives no reaction for iron, upon testing, 
it is removed from the beaker by means of a pipette while tlie 
current is still passing. When as much as possible has been 
removed without breaking the current, water is added and 
drawn off by the pipette as before. When the solution has 
been treated in this manner until there is no longer danger of 
resolution of the precipitated iron, the current is broken and 
the mercury is thoroughly washed with water until the last 
traces of the solution have been removed. Should the solution 
not be perfectly clear, sometimes there will be a separation of 
oxide of manganese; it should be filtered. The solution is now 
made nearly neutral with ammonia, sodium phosphate in excess, 
and about lo grammes of sodium acetate are added, and the 
solution is boiled for at least forty minutes. The aluminium 
will be precipitated as a phosphate, which precipitate is filtered, 
washed, dried, ignited, and weighed. The ignited aluminium 
phosphate should be white. If it has more than the faintest 
hhade of color(due to iron), it should be fused with acid pota.s- 
sium sulphate, the fused mass being brought into solution with 
water and a little sulphuric acid, the solution finally being 
electrolyzed for 2 or 3 hours. The solution now free from iron 
is drawn off and the aluminium is precipitated as a phosphate 
as before. This second precipitate will be pure. Drown states 
that he has generally found the first precipitate of such purity 
that this treatment and second precipitation are unnecessary. 
Drown states the ignited precipitate to have the composition 
7A1,0,, 6P,0,, in place of AlPO,, and consequently gives 24.14 
as the percentage of aluminium. 
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This method also answers for the determination of iron. 
If the iron is to be determined the mercury is weighed before 
proceeding with the electrolysis, and after electrolyzing wash- 
ing and decanting, it is dried for a few minutes at a tempera- 
ture of 100*^ to ilo^'C. and weighed again. The increase in 
weight of the mercury represents the weight of iron in the 
amount of substance taken. As mercury loses weight upon 
drying, even at such a low temperature as 100® C, and there 
is generally a loss in weight owing to the impurities in the 
mercur}' which pass into solution, it is best to run a blank 
beaker, containing about the same weight of mercury as is 
used in the analysis, and water slightly acidulated with suU 
phuric acid, in the circuit with the analyses. The loss in 
weight of the mercury used in the blank should be added to 
the results in the case of each iron determination. 

This method may also be used for the determination of 
iron and aluminium in ores, etc. 




Chromium is always determined as chromic oxide {} 
dark green in color. 

Tlie only determinations of chromium which the metallur- 
gical chemist will be called upon to make are in iron ores 
(especially chromic iron ore. knoivn as chrnmite, or mag- 
netite, which sometimes contain chromium), pig-iron, and steel. 

Ores. — Fuse from i.o to 2.0 grammes of ore with 5 to 10 
grammes of mixed carbonates of sodium and potassium and 
I gramme of sodium nitrate (see Part 11, Chapter I). Dissolve 
the fused mass in water and hydrochloric acid in slight excess, 
evaporate to dryness, and determine the silica in the usual way. 
To the filtrate from the silica add sodium carbonate until it 
is strongly alkaline, and then, without filtering out the precipi- 
tate, bromine water until the solution is deeply colored, stirring 
continually. Now add 3 cc. of pure bromine and heat for one 
hour, with frequent stirring, keeping the solution alkaline and 
gradually increasing the heat until it boils. Allow to boil for an 
hour, when the chromic oxide should all be oxidized to chromic 
acid. Now filter (precipitate A) and wash thoroughly with hot 
water, washing first by decantation and then on the filter until 
the filtrate runs through colorless. Should the ore contains 
large amount of chromium, in orderto insure its complete sepa- 
ration, wash the precipitate on the filter back into the beaker 
with the wash-bottle, bring the bulk of the solution up to about 
loocc. with water, add 2 cc. of bromine, and proceed as before, 
filtering through the same filter. The filtrate will now contain 
all of the chromium as alkaline chromate, and probably some 
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of the manganese. The precipitate will contain all of the 
other constituents of the ore. Partially neutralize the filtrate 
wi:h nitric acid, add from I to 3 grammes of ammunium 
nitrate, and evaporate until no odor of ammonia is perceptible. 
Dilute with water, and should a precipitate (onn (precipitate B, 
probably MnO„ SiO,. Al,0„ and TiO,), filter, and wash with 
warm water. Acidify the filtrate with hydrochloric acid, and 
saturate it with sulphuretted hydrogen to reduce the chromic 
acid to sesquioxide. Filter out the precipitated sulphur and 
wash. In tiie filtrate precipitate the chromic hydroxide with 
ammonia, filter, wash, dry, ignite, and weigh the chromic 
oxide (Cr,0,). To obtain the weight of the chromium multiply 
the weiglit of the precipitate by 0.6S586. 

Ptg-iroo, Steel, etc. — Dissolve the alloy in nitric and 
hydrochloric acids, evaporate to dryness, dry, and ignite the 
insoluble re.'iidue. Fuse the insoluble residue with mixed car- 
[ bonates and proceed as above. 

Titaniferous Ores containing Chromium- — Proceed as 
described in Part U, Chapter XIX (Titanium), for the deter- 
mination of the silica. Treat the filtrate from the silica as 
described above for the determination of the chromium. For 
the determination of the iron and titanium combine precipitate 
B (should one form) with the sodium-carbonate precipitate A. 
Dissolve the combined precipitates in hydrochloric acid, and 
proceed to determine the titanium as described in Chapter 
XIX (Ti). 

Determine the iron in the filtrate as described in Chaotcr 
■ XIX (Ti) and Chapter XVI (Fe). 



CHAPTER XDC 
TITAMIOH (Ti). 

Titanium is generally determined by the gravimetric 
method as titanic oxide, but may also be determined by the 
colorimetHc method. 

About the only determinations of titanium which the metal- 
lurgical chemist will be called upon to make are the detcnnina- 
tions in iron ores (especially some magnetites), in pig-iron, and 
occasionally slecl. 

When titanium is present the method of determining the 
iron and silica in iron ores, pig-tron, etc., will have to be modi- 
fied, and the titanium first separated according to the gravi- 
metric method described below. 

Colorimetric Method. — This method is due to Weller* 
and the improvements to H. L. Weits+ and W. A. Noycs-f 

Mix O.I gramme of ore with o.z gramme of sodium fluoride, 
both finely powdered, in a platinum crucible. Add 3 grammes 
of sodium pyrosulphate without mixing. Fuse carefully and 
heat gently until the effervescence ceases and copious fumes 
of sulphuric acid are evolved. This should lake two to 
three minutes. When cold the mass in the crucible is dissolved 
in from 1 5 to 20 cc. of cold water, and the solution filtered and 
washed slightly. If a residue remains it can be treated again 
by the same method after burning it on the filter, but the 
amount of titanium usually found by a second fusion is small. 

To the solution, as obtained above, t cc. of hydrogen pcr- 

• Beikhie d. Chem. Ges., 1SS3. p. Sji);. 

t Trails. Am. Ins,, of Mininp EnRiiiccrs. Vo]. XIV. p, 763. 

t Journal of An^ilyLical and Applied Chemisiry, Jan. iSgi. 
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roxide and a few cc. of dilute sulphuric acid are added, when 
I the solution is ready for comparison with a solution containing 
l-a known amount of titanium. For a standard solution titanic 
Loxide is dissolved in hot concentrated sulphuric acid, and the 
K^olution diluted witli dilute sulphuric acid at first (to prevent 
flhe precipitation of titanic oxide), and then with water until 
I cubic centimetre contains 1 milligramme of TiO,. 

As iron affects the color o( the solution, ferric sulphate, 

iproNimatcly in the same proportion as iron is present in ihe 

c, should be added to the standard solution. A solution of 

jroii-ammonium alum answers well for this purpose, and, if the 

>unt of iron in the ore is not known, all that is necessary i» 

3 match the color of the solution of the mineral before adding 

the hydrogen peroxide to it. Small quantities of titanium in 

the presence of large quantities of iron can be readily deter- 

I onined by this method, which is especially adapted for technical 

;*ieterminations, 

Gravitnetnc Method. — When only the titanium is to be 
[etermined the above method of decomposition of the mineral 
Kmay be followed. When the iron or silica is to be determined 
Kthe following method must be pursued : 

Treat from 1.0 to 3.0 grammes of ore or pig-iron with from 

lsx> to 10.0 cc. of concentrated hydrochloric acid in a casserole, 

Band evaporate to dryness. Heat carefully at a temperature of 

)«bout 11 5° C. to expel the free acid. Filter off the insoluble 

sidue (Part II, Chap. !), dry, and ignite. Fuse the insoluble 

Kidue, which contains the silica, titanium, some phosphorus, 

>me iron, in a platinum crucible with c. p. potassium 

pisulpliate. Remove the crucible from the heat, and when cool 

idd a few cc. of concentrated sulphuric acid, heat gently 

mtil the mass becomes pasty, remove from the heat, and when 

»ol dissolve the pasty mass in water, boil, filter, and wash. 

"he filtrate should now contain the titanium, iron, etc., but it 

rill be found in practice that the residue will .seldom be 

^oroughly decomposed, especially if much titanium is present 

n the ore. Iron will sometimes persistently show its presence 

■ the insoluble residue. The best method of procedure in such 
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a case is to fuse the residue with sodium carbonate, proceeding 
in the manner described under Silica (Part II, Chap. I). After 
evaporation to dryness, taking up with hydrociiloric acid, filtra- 
tion, etc., (use the ignited insoluble residue with potassium 
bisulphate as before, and dissolve the pasty mass in sulpliuric 
acid and water as before. Filter, wash, dry, ignite, and weigh 
tlie insoluble residue. This should be pure silica, but where an 
accurate determination is required it is best to treat tills residue 
with ammonium fluoride and sulphuric acid in the manner 
described in Part II, Chap. I. Tlie loss will equal the silica, 
and i( there Is any appreciable residue (TiO,) it t^hould be fused 
with potassium bisulphate and thus brought into solution. The 
combined solutions containing all the titanium are now added 
together, and sodium carbonate added until a slight permanent 
precipitate is formed. This precipitate is dissolved by the addi- 
tion of I cc. or so of sulphuric add (1.23 sp. gr.), when the 
solution is ready for the precipitation of the titanic oxide. 
Add sulphurous acid in excess, and bring the bulk of the solu- 
tion up to from 1000 to 1 500 cc. by the addition of water. 
Cover with a watch-glass and boil for two hours, adding sul- 
phurous acid and water from time to time as the evaporation 
proceeds. The titanic acid is precipitated together with some 
phoaphoric acid and ferrous o.xide. Filter hot, which can be 
conveniently done by means of a siphon, and wash with hot 
water. The precipitate should be flocculent and should show 
no tendency to run through the filter. It is dried, ignited, and 
weighed. It is usually white, but always contains some oxide 
of iron, and should be fused with sodium carbonate, the fused 
mass being dissolved In hot water and filtered. Sodium titanate 
and oxide of iron remain insoluble on the filter, and sodium 
phosphate goes into solution. The residue remaining on the 
filter is dissolved in sulphuric acid (1.23 sp, gr.), filtered, . 
neutralized with sodium carbonate, 2 to 3 cc. of sulphuric add 
added, and then the sulphurous add as before. The titanic 
acid precipitated from this solution is free from phosphorus 
and iron, and is dried, ignited, and weighed. 
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To obtain the weight of titanium, multiply the weight of 
titanic oxide found by 0.60976. 

The iron can be determined in the combined filtrates from 
the titanic acid by evaporation of the solution, acidifying it 
with sulphuric acid, reduction with zinc, and titration with 
standard potassium-permanganate solution, as described in Part 
II, Chap. XVI, Iron. 




A NUMBER of methods for the determination of manganese 
have been proposed, and a number of different methods are in 
use. There seems to be considerable difference of opinion 
between many of our best chemists as to which are the best 
methods. However, the methods described below are all in 
use in some of our largest metallurgical works and by some of 
our most reliable technical and commercial cliemists. 

Ford's Method,* — This method was first proposed for the 
determination of manganese in spiegels, irons, and steels, but 
is applicable to slag, ores, etc., if slightly modified. From 0.5 
to 2.0 grammes of substance, depending on the percentage of 
manganese it contains, are dissolved in from 25 to 50 cc. of 
strong nitric acid (1.4 sp. gr.) perfectly free from chlorine. 
Evaporation to dryness is not necessary, except where the 
amount of silicon is large, as in the case of certain pig-irons. 
Then, as a clogging of the filter in the subsequent filtration is 
apt to follow, dissolve first in a dish in hydrochloric acid, using 
as small an amount of acid as possible, and quickly evaporate 
to dryness. Take up with nitric acid and evaporate again to 
dryness. This second evaporation is necessary in order to 
remove ail the hydrochloric acid, which, if present, would 
interfere with the subsequent precipitation of the manganese. 
Slag, ores, and such other material as contains much silica, 
should also be treated in this way. Redissolve for the second 
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time in strong mtric : 
coining off, and while boiling throw in crystals of potassium 
chlorate from time to time. Violent action ensues, yellow 
fumes are driven off, and binoxide of manganese is precipi- 
tated, since it is insoluble in strong nitric acid. As soon as 
all of the manganese has been oxidized the fumes will cease 
coming ofl. with a slif;ht explosion. After this has occurred, 
add a few more crystals of potassium chlorate, boil for a min- 
ute or two, remove from the lamp, and filter tiirough nn 
asbestos filter. The most convenient apparatus is a small 
funncl-shnpcd tube in which is ftt!ed an asbestos plug, the 
filter-pump being used to facilitate filtration. The asbestos 
should be free from soluble lime, magnesia, and manganese. 
It is best to prepare it by treating it successively with boiling 
hydrochloric acid, boiling water, boiling nitric acid, and then 
boiling water until the washings no longer show a trace of 
these elements when treated with the proper reagents. The 
asbestos should then be ignited to free it from organic matter. 
This is of the utmost importance, as the writer has known of 
t more than one chemist who condemned this method as giving 
I too high results, when upon investigation it was found that 
they had not taken the precaution to purify the asbestos used, 
which probably accounted for the high results obtained. 

After filtering the nitric-acid .solution tiirough the asbestos 
filter, rinse the dish or beaker in which the substance was dis- 
solved with strong nitric acid, pour it upon ihe filter, and wash 
with strong nitric acid until the washings come through color- 
less. The funnel. tube is then removed from the filtering ap- 
paratus, liic filter with its contents placed back into the dish 
in which the solution was made, hydrochloric acid added, and 
Ihe substance boiled until the manganese binoxide is dissolved 
as chloride. The asbestos is then removed by filtration, using 
the same tube and filter-pump, and finally washing with hot 
water. Nearly neutralize the filtrate with ammonia, adding a 
(ew crystals of sodium acetate, and boil, filter, wash slightly 
with hot water, redissolve the small precipitate of iron oxide 
in hydrochloric acid, again nearly neutralize with ammonia, add 
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a crystal or so of sodium acetate, boil, and filter. The solutitS 
and rcprecipitation of the iron is necessary as a small amount 
of manganese is always contained in the first precipitate. Add 
the second filtrate to the first, heat nearly to boiling, and add an 
excess of mlcrocosmic salt. Then make slightly ammoniacal, 
and boil, stirring until the precipitate assumes the characteris- 
tic appearance of the phosphate of ammonia and manganese. 
Allow it to settle, and filter, wash with hot water, dry, ignite, 
and weigh as pyrophospliate of manganese. 

It is best to use some filter-paper which is pure, such as 
Schleicher & Schuell's c. p., for both filtrations, as many of 
the qualitative papers contain appreciable quantities of man- 
ganese. 

In the case of slags or other substances containing lime 
and magne.sia, it is necessary to wash the binoxide precipitate 
more thoroughly with nitric acid in order to remove all of 
these elements. 

Evaporation to dryness in the case of steels or spiegels is 
hot necessary. They may be immediately dissolved in strong 
nitric acid, and potassium chlorate added. A determination 
may be made in two hours by this method. 

Williams's Method.* — Mr. H. Williams has proposed a 
modification of the above method whicli shortens it somewhat, 
and simplifies it, especially in the case of a substance which 
contains lime or m.ignesia, as, for example, slag. 

Tlie substance is treated, as before, with nitric acid, and 
potassium chlorate (in the case of a pig-iron, slag, etc., the 
silica and carbon must first be removed by filtration through 
asbestos) added to precipitate the manganese. After filtering 
off this precipitated manganese binoxide, wasJi witli strong 
nitric acid, and then well with water. Blow the contents of 
the funnel into the beaker in whicli the precipitation was 
made, which sJiould previously be well washed, and rinse the 
funnel with a little water. 
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Run into the beaker an accurately measured quantity of a 
standard solution of ox;ilic acid (a moderate excess ovt-r what 
the manganese biiioxide is capable of oxidizin}^), add water to 
bring tlie bulk of the solution up to about 75 cc.and then 3 or 
4 cc. of concentrated sulphuric acid, and lieat to about 70° C. 
Tiie solution of the binoxide is readily effected by the aid of a 
little stirring. Finally, titrate the solution with a standard so- 
lution of potassium permanganate- (See Part II, Chapter XVI.) 
The presence of the asbestos docs not obscure the final reac- 
tion. Two standard solutions are necessary, viz., a permanga^ 
itate solution ajid an oxalic solution. 

It is best to use a decinormal permanganate solution, i.e., 
I cubic centimetre equal to 1 milligramme of iron. By using 
such a dilute solution the accuracy of the method is greatly 
increased. The permanganate solution may be prepared by 
dissolving 1.2 grammes of potassium permanganate in 2030 
cc, of distilled water. It should be prepared and standardized 
described in I'art II, Chapter XVI. 

The oxalic solution may be of almost any strength, but if 

It is made so that l cc. wilt require about 3 CC. of the perman- 

latc solulion to oxidize it, it will answer well. It siiould be 

kept in a tiglit-stoppered bottle in a dark place, and should 

; standardized from to lime with the standard permanganate 

ilution. 

The method of calculating the result is best shown by the 

fallowing example: Suppose we have taken 1 gramme of steel, 

in which we suspect about 1 per cent of manganese. Having 

separated the binoxide, we add 15 cc. of the standard oxalic- 

icid solution of the strength already mentioned, and effect the 

;hc solulion as described. This 15 cc, by itself, would require 

45 cc. of the permanganate, but on titrating we use, say, 25 cc; 

the difference, 20 cc, is equivalent to O.020 gramme of iron. 

Since I equivalent of manganese binoxide converts 2 equiva- 

l-lents of a proto-salt of iron to the state of a sesqui-salt, as 

lown by the formula 

aFeSO. + MnO. -f 2H.SO, = Fe,(SO.), + MnSO. + 2H,0. 




the 
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; proportion 112 : 55 :: 0.030 : X giv 
weight o( tlie manganese equivalent to the 0.020 gram 
iron. The value of x is 0.00982 and the per cent is 0.982. It 
will be seen fiom the above that in operating on ores or prod- 
ucts which contain a hiyh percentage of m.inganese it will be 
necessary to take smaller quantities of the substance. 

Sometimes when the percentage of manganese is high it 
may be advantageous to use a stronger solution of oxalic acid 
and also a stronger solution of permanganate, — say a half- 
normal solution. 

The results obtained by this method agree very closely be- 
tween themselves, and also with the results obtained by Ford's 
method. 

The following modification of Ford's method the writer has 
used for the determination of manganese in ores' and slags with 
very good results: Dissolve the precipitated binoxide with 
just sufficient hydrochloric acid to cause the precipitate to go 
into solution, and add a little sulphuric acid. An emulsion of 
pure zinc oxide is now added, a little at a time, shaking or 
stirring the solution until tlie hydrochloric acid is neutralized 
and the zinc oxide is in sligiu excess. Care should be exer- 
cised not to add too large an excess of zinc oxide, as if too 
large an excess is present it will obscure the reaction, and fil- 
tration will be necessary before the solution can be titrated. 
The solution is now ready for titration with standardized per- 
manganate solution in the manner described under the head of 
Volhard's Method. ' 

Volhard's Volumetric Method. — This method, which is 
generally used in tlie Western lead, and copper-smelting works, 
may be used for the determination of manganese in iron, man- 
ganese, lead, copper, silver, and gold ores, etc., and also for the 
determination of manganese in other substances, such as spiegel, 
steel, etc. 

Dissolve I gramme of substance in 2 cc, of hydrochloric, 
4 cc. of nitric, and 6 cc. of dilute sulphuric acids in a fla^k or 
ciisserole. as in the determination of iron, and evaporate to 
coiiious fumes of sulphuric anhydride. Transfer the contents 
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t or casserole to a graduated ;oo-cc, flask, washing into 
k with boiling water. Then add an eiTiulsion of zinc 
oxide to the contents of th(j flask until the acid is neutralized 
and the iron is all precipitated as sesquioxide, violent shaking 
of the contents of the flask facih'tating tlie precipitation of the 
iron. After tlie precipitation is complete the oxide of zinc 
should be in shght excess. The contents of the flask are then 
diluted with distilled water to the holding mark, and after 
tliorough shaking allowed to settle. After the oxides have 
settled so that the supernatant liquid is comparatively clear, 
IC» cc. is drawn off by means of a pipette and transferred to a 
flask (about 250 cc. capacity), rinsing out the pipette with dis- 
tilled water into the flask. The contents of the small flask are, 
then brought to a boil by heating over a flame, and are then 
ready for titration with a standard solution of permanganate 
of potassium. The titration is performed as follows: The per- 
manganate solution is dropped into the liquid in the flask from 
a burette, the contents of the flask being shaken after each ad- 
dition of permanganate solution in order to facilitate the set- 
tling of the precipitated manganese dioxide. From the amount 
of the precipitate and the rapidity with which the precipitate 
is formed after each addition of permanganate solution, the 
operator after a little practice will be able to determine in 
what quantities it is safe to add the permanganate solution. 
The addition of permanganate should be continued until a 
faint pink color appears around the edges of the clear liquid 
after shaking, when held against a white background. The 
precipitation of the manganese is then complete, although it Js 
safest, especially if the precipitation has occupied some time, to 
bring the contents of the flask again to a boil, and notice, after 
allowing the precipitate to settle, if the pink tint remains. If 
the color should have disappeared another drop o( permarga- 
nAle is added, the flask shaken, and the precipitate allowed to 
settle. If the color is permanent after settling the titration is 
completed. 

The same solution of potassium permanganate used for thi- 
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order to determine how much manganese one cubic centimetre 
of tl«e permanganate solution is equal to, it is only necessary 
to multiply its value (or iron by a2946 to obtain its value for 
manganese. Hence if the i cc. of the permanganate solution 
was equal to o.OiO gramme of iron, it would be equal to 
O.ci0:!946 gramme of manganese. The reaction which takes 
place is as follows: 3MnO -{- Mn,0, = jMnO,. 

Many chemists prefer to filter off the precipitatea oxides 
before diluting to 500 cc. ; but this is unnecessary, as the pre- 
cipitate occupies such a small bulk, although in the flocculent 
state its bulk appears to be large, that it may be disregarded. 
Moieover, the precipitate is difficult to wash, and filtration 
generally gives low results. The method gives closely agree- 
ing results, and results which are as good as if not better than 
those obtained by the other methods with the same degree 
of proficiency in practice. The zinc oxide should be tested, 
and, if it contains manganese or organic matter, purified. If 
commercial zinc is used it will be necessary to purify it. 

Colorimetric Method. — This method was first used in 
this country by Mr. Samuel Peters,* and is especially appli- 
cable to the estimation of manganese in steels, and such 
substances as contain less than ij to 2 per cent of manganese. 
The method, as used in iron and steel laboratories, is essentially 
as follows, for steels: Dissolve 0.1 gramme of the steel in 20 
cc. nitric acid (i.3o sp. gr.) in a test-tube about nine inches 
long by one inch in diameter, by the aid of heat, boiling the 
solution until the carbonaceous matter is entirely in solution 
and all nitrous fumes are evolved. This usually takes about 
five minutes at a gentle ebullition. Then add, with a platinum 
spatula, about 0.4 gramme of pure peroxide of lead to the 
boiling solution, adding first a small portion of the lead, and 
as soon as the violent action ceases, an instant later, the 
remainder of the salt, boiling gently but continuously for 
exactly two and a half minutes longer, then removing from 
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heat, and placing the test-tubt; in a beaker of cold water, 
out of contact with the direct rays of sunlight, and allowing 
the solution to cool and to settle for about an hour. The 
clear supernatant solution is then ready to decant off from the 
lead into the graduated tube, and to match, by dilution with 
distilled water, with the standard solution containing o.oooi 
gramme of manganese as permanganate in each cc. of solu- 
tion ; so that, using o. i gramme of steel for the analysis, each 
cc of the solution to be determined will represent o.oi per 
cent of manganese when the shades of color match. 

Tlic standard solution for comparison may be made in 
several ways, but the best are to use either a standard solution 
of potassium permanganate or, preferably, the standard may 
be prepared by using o. i gramme of a standard steel contain- 
ing a known percentage of manganese, treating it exactly as 
the unknown sample, and decanting the solution into a simi- 
larly graduated tube, and diluting with water until the solution 
bas a volume of which the number of cc. is an equivalent or 
multiple of the percentage of manganese in the steel, applying 
the same principle as is used with the standard steels In the 
Eggeriz method for the estimation of carbon (see Part II, 
Chapter IV), This method is preferable to the other methods 
of making a comparison, and it is also preferable to run a 
standard with each set of analyses. 

A. E. Hunt* says: "This method, when properly used, is 
at least sufficiently accurate lor all practicable purposes within, 
say, 0.02 per cent manganese for steels within the range of from 
0.15 to 1.50 per cent manganese. It is fully as accurate, and 
can be as safely guarded from error, as the Eggertz color-method 
for the estimation of carbon in steel." The method, however, 
has many sources of error that must be carefully avoided. 

Mr, Hunt recommends the following precautions : 

First. The drillings of steel must have no oil or other 
extraneous matter with them. Owing to the ease with which 
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permaAgai»t« ■sf A n t t a aa , are r e d nc c d. it b accessary t 
ovganic nutter be present «Uc& «51 aot be escirEly destroyed 
by the boiling nitric acid befo«c tW addition of the peroxide 
oilcid. 

Second. The nitric add wnA be pose, snd especially free 
from chlorine or nitrous fiiiBe& Tlie aod most be of very 
nearly 1. 20 sp. gr. throughoai the process, aod must not be al- 
lowed to become much more concentr^ttcd by boiling. It is 
best to cover the mouttis of the test-tubes with clcin covers 
of porcelain cracibles during the ebullitio)]. If the acid bfr- 
coiocs too concentrated during the boiling, 35 it is ver}- liable 
to do if the ebullition becomes too riolcni and the test-tube is 
a large one, on the addition of the peroxide of lead some of 
the manganese is transformed into the insoluble manganese 
binoxide and precipitated. 

Third, The peroxide of lead most be free from color on 
boiling with the dilute nitric acid, and must be so free from 
lead nitrate that it will oxidize all the manganese in the steel 
Into a reasonably permanent permanganic acid. This is a very 
important point, which, not properly guarded, has occasioned 
failures, and Jias caused many chemists tocondemn the method. 
In commencing the use of any new lot of peroxide of lead 
it \s a necessary precaution to mix up the salt thoroughly 
and ihen to test it by making an analysis with a steel of known 
compowition, comparing it with a standard solution of potassium 
permanganate, and obtaining a concordant result. Most of ihe 
peroxide of lead found in the markets and sold as c. p. is non- 
homogcncous, and contains considerable quantities of nitrate 
disseminated through it. It is best to purify your own perox- 
ide of lead. 

Fourth. The ebullition must not be too violent, and must 
not last over two and one half minutes. It is necessary to 
stand by the tubes with watc'' in hand and to remove tht-m 
whc'i the timi: is up. Too long boiling invariably gives bad 
results. The boiling is best done in a water-bath in which 
chloride of calcium is added to the water to raise its boiling- 
point. 
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Fifth. There must not be hydrorhloric acid, sulpliuretlei 
hydrogen, or other fumes in the air of tlie room in wiiich the 
tubes are allowed to stand to cool. It is best not to allow the 
solution to stand too lojig — never two hours — before com- 
parison. 

Sixth. Mr. Hunt says: " I have had no trouble in getting' 
good, reasonably permanent colors, but have never had uni- 
formly satisfactory results by filtering the solution from the 
peroxides through asbestos, and have consequently preferred 
to decant off the solution from the lead. When a standard 
steel is used, having nearly the same percentage of manganese 
as the sample to be determined, equal amounts of solution and 
treatment exactly the same so far as practicable, the error due 
to the amount of the liquid remaining with the lead in the bot- 
tom of the tube is comparatively trifling, never over 0.02 per 
cent, when the precautions mentioned above are carefully ob- 
served." 

Seventh. The water used in diluting must be free from 
organic matter. The ordinary distilled water used iii chemi- 
cal laboratories often contains considerable organic matter, 
which will rapidly reduce the permanganate solution. 

Eighth. The mixing of the colorsolutions for comparison 
can best be done by having the graduated tube provided with 
a glass stopcock, or it can be satisfactorily performed by pour- 
ing the solution out into a clean beaker and then decanting 
back into the graduated tube. 

This method is especially applicable, owing to its simplic- 
ity and rapidity, for checking and controlling the converting 
and mill work in a stcel-woiks. When great rapidity is neces- 
sary, as it sometimes may be in this latter case, the solution 
need not be allowed to stand so long after the addition of the 
peroxide of lead, but may be filtered through asbestos-, using 
the filler-pump. 

The above methods will serve for the estimation of man- 
ganese in almost any substance. Volhard's method is the one 
generally used in the Webit, and is the simplest and most rapid. 
In the case of oxidized ores, soluble in hydrochloric acid, the 
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addition of nitric and sulphuric acids may be dispensed witli, 
the ore being dissolved directly in a small quantity of hyiiro- 
cliloric acid, and the manganese determined by Volliard's 
method as above. In the case of slags, when the sample has 
been suddenly chilled (Chapter I), treat with water and hydro- 
chloric acid, as in the determination of silica, add a few crystals 
of potassium chlorate, heat to oxidize the iron, etc., and deter- 
mine by Volhard's method. When the sample has not been 
suddenly chilled, make a cintering fusion (Chapter I), dissolve 
fused mass as above, evaporate to dryness and heat. Redis- 
solve in hydrochloric acid, and proceed by Volhard's method. 

Mr. A. H. Low* proposes a method for the determination 
of manganese in ores which is a combination of Volhard's and 
William's methods, and which is said to give excellent results. 

The method is essentially as follows; Dissolve 0.5 gm. of 
ore in hydrochloric acid, or nitrohydrochloric acids, in a flask. 
Heat until most of the free acid is expelled, dilute with 75 cc. 
of water, add an excess of zinc o.xide, and boil. Now add a 
saturated solution of bromine-water (not over 50 cc.),and boil 
out the excess of bromine. The solution should still contain 
an excess of zinc oxide. Filter, and wash the precipitate thor- 
oughly with hot water. Return the washed precipitate to the 
flask and add 50 cc. of dilute sulphuric acid (i in 9). Warm 
to dissolve the iron, and run in an excess of oxalic-acid solution 
from a burette, heat, dilute with warm water, and titrate the 
excess of oxalic acid with a standard solution of potassium 
permanganate. 

The permanganate solution should be about one-tenth nor- 
mal. The oxalic-acid solution is prepared by dissolving 1 1.46 
gms. of pure crystallized oxalic acid in 1000 cc. of water. The 
solutions are standardized in the usual manner, and their rela- 
tions to each other determined. 
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Several methods have been proposed for the determination 
of zinc both graviinetrically and volumetrically. Only one, 
the volumetric estimation by a standard solution of potassium 
fcrrocyaiiide, will be given. For the standard gravimetric 
methods sec Fresenius, Cairns, Rose, etc. 

This method, provided the proper precautions are used, 
gives results which agree as closely with the results obtained by 
any of tiie standard gravimetric methods as two gravimetric 
determinations of the same sample will agree among them- 
selves, provided the percentage of zinc present is not very low 
pess than 4 per cent). The accuracy of the method has been 
lully demonstrated. See Proceedings of the Colorado Scien- 
i6c Society. June 1S92, and The School of Mines Quarterly, 
ol. XIV, No, I, p. 40. 

It is the opinion of the writer, after numerous experiments, 
that once the zinc is obtained in solution in the proper form 
its percentage m.iy be more safely determined by this titra- 
tion method than it can be by precipitation and subsequent 
ignition and weighing. It, moreover, has the advantage of 
being rapid, and consequently would be used in metallurgical 
works in many instances, even if the results were not quite up 
to the standard of accuracy. 

This method requires a standard solution of potassium 
ferrocyanide. A solution of which one cubic centimetre is 
equal to 0.010 gramme of zinc is the solution generally pre- 
ferred by most chemists using this method. To prepare such 
solution 90 grammes of pure potassium ferrocyanide (free from 

30 s 
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potassium (erricyantdc) arc dissolved in two litres of water ^nd 
kept in a tightly-stoppered green-glass bottle. The solulio.i 
will keep for some time without alteration, provided the bottle 
is well stoppered, and need not be tested more frequently than 
once every two or three weeks. It is best to make up the solu- 
tion at least one day before using. To standardize the solution, 
dissolve two portions of about 0.33O gramme each of pure zinc 
oxide (the zinc oxide should previously be ignited lo convert 
any carbonate of zinc into oxide, and kept in a stoppered 
bottle so that it may not absorb carbonic acid or water from the 
air) in 5 cc. of pure hydrochloric acid, and add 50 cc. of water 
in a beaker of about 300 cc. capacity. In order to have the 
same conditions present as near as possible as in the actual 
analysis, it is well to add ammonia in slight exce» and then 
neutralize with hydrochloric acid, using a small piece of litmus- 
paper as an indicator. When the solution has been brought 
to the point where it isjust slightly acid, add an excess o{ 10 cc. 
of pure strong hydrochloric acid, and dilute to 230 cc. with 
cold distilled water. The solution is now ready for titration 
with the ferrocyanide solution, which may be run in from a 
burette, rapidly at first, stirring from time to time. If a3493 
gramme of pure oxide of zinc were weighed out, it would require 
just 19.99 cc. orpracticalIj-20cc. of the ferrocyanide solution to 
precipitate the zinc, provided the solution was normal; hence 
in this case about iS cc. may be run in before testing. In 
order to test, the solution is thoroughly stirred with a glass rod. 
and a drop removed and added to a drop of a solution of pure 
uranium acetate on a porcelain plate. The uranium-acetate 
solution is prepared by dissolving sufficient uranium acetate in 
water to give a pretty strong solution, and clarified by adding 
a few drops of acetic acid. This solution should be kept in a 
small stoppered bottle in a dark place, as it is decomposed by 
the action of sunlight. As long as there is not an excess of fer- 
rocyanide in the solution the drop of uranium acetate will retain 
its yellow color; as soon as the ferrocyanide is in slight excess 
it will turn a light brown, the shade being darker according to 
the amount of ferrocyanide in excess. The titration should be 
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proceeded with, testing after the addition of each drop of 
ferrocyanide towards the last of the operation, and stirring well 
before testing, until a sliglit brownish tint is produced on the 
drop of uranium acetate. The amount of ferrocyanide used is 
then noted, and the value of one cubic centimetre calculated. 
The duplicates should not differ by more than one tenth of a 
cubic centimetre. 

The precautions to be observed are : to have about the same 
bulk of solution in all subsequent titrations; to liave the same 
amount of hydrochloric acid present ; to have the standard 
solution at about the same temperature, and to have the zinc 
solution comparatively coo!. If too large an excess of acid is 
present, or if the zinc solution is too warm, a decomposition will 
tnsue, resulting in tiie liberation of chlorine. This may be 
4ccn by the solution turning yellow or a yellowish green, Tlie 
precipitate should always be white, and the solution colorless 
or nearly so. This method is due to Fahlbcrg. 

To determine the zinc in an ore by this method, the zinc 
solution must first be freed from such elements as copper, iron, 
manganese, etc., which are also precipitated in an acid solution 
with the ferrocyanide. or react on it. The three elements 
named above are the ones most likely to be encountered in 
zinc ores. Should cadmium be present {its presence in ores of 
zinc is rare) it must be removed before proceeding with the 
titration. 

The following method will serve for the determination of 
sine in all ores and furnace-products, except in the special cases 
Bientioncd below. 

Method of Von Schultz and Low modified.* — Treat i 
gm. of finely pulverized ore with 15 cc. of aqua regia, and 
evaporate nearly to dryness. Sliould the ore be incompletely 
decomposed, which will seldom happen, evaporation to dryness, 
dehydration of the silicic acid, and fusion of the insoluble res- 
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idue with carbonate and nitrate of soda, after solution and 
filtration of the silica, will be necessary. In this case the first 
and second filtrates are combined, nitric acid is added, and the 
solution is cvapcrated nearly to dryness. To the ore or nearFy 
dry mass add 25 cc. of a solution of potaisiuin cliloratc in 
nitric acid, prepared by shaking an excess of tlie crystals with 
strong pure nitric acid in a flask. Add tiie solution gradually 
and do not cover at first, but warm gently until ail violent 
action has stopped and greenish fumes cease coming off. Tlien 
cover with a watch-glass and boil on a hot iron plate to dryness, 
— overheating or baking should be avoided, — a drop of nitric 
acid adhering to the cover does no harm. Cool sufficicnlly and 
add 7 gnis. of ammonium chloride, 15 cc. of strong ammonia- 
water, and 25 cc. of hot water. Replace the cover on the 
casserole and boil for one minute, stirring with a rubber-tipped 
glass rod to break up all particles or clots of solid matter on 
the sides and bottom of the casserole and the cover. Filter 
into a flask of about 250 cc. capacity, and wash several limes 
with a hot solnli vi of ammonium chloride prepared as follows: 
Dissolve 10 gms. of ammonium chloride in 1000 cc. of water, 
and before using heat to boiling in a wash-bottle and render 
slightly alkaline with ammonia. Should a considerable pre- 
cipitate be produced it will carry down zinc hydrate with it. 
In the case of a small precipitate the amount of zinc which it 
retains may be disregarded. If a large precipitate forms it 
should be transferred from the filter to the original decom- 
posing vessel by means of a spatui, and wash-boltic, using as 
little water as possible. Tiie excess of water is evaporated off 
and the precipitate finally treated with the mixture of chlorate 
and nitric acid as before. The second precipitate is treated 
with ammonia, ammonium chloride, and water, filtered and 
washed as before, the second alkaline filtrate being combined 
with the first. A blue coloration in the filtrate indicates the 
presence of copper, which must be removed before proceed- 
ing with the titration. Add hydrochloric acid to neutralization 
(indicated by the gradual disappearance of the blue color), and 
then 10 cc. of hydrochloric acid in excess. If the solution is 





rot sufficiently warm (about 70° C.) it should now be heated 
lo ihat point. Now add from 20 to 40 gms. of test-lead and 
shake vigorously until all the copper is precipitated. The 
amount of test-lead and the amount of shaking necessary will 
of course depend upon the amount of copper present, which 
will be indicated by the depth of the blut color before neutral- 
ization. Aluminium-foil may be used for the precipitation of 
the copper in place of test-lead. In case aluminium is used it 
should be cut into strips of a convenient size, the strips being 
removed and washed after the copper is all precipitated. The 
copper can be removed from the foil when it is ready for use 
again, it bein{» serviceable until it becomes too thin for further 
use. If teSl-tead \& used it is best to use fresh lead for each 
determination. In case copper is absent the above treat- 
ment with test-lead or aluminium may be dispensed with. In 
this latter case it is best to add a piece of litmus-paper, two 
drops of methyl orange, or some suitable indicator to the 
alkaline solution, then hydrochloric acid until the solution is 
neutral, and finally an excess of jo cc. of acid. The solution is 
now ready (or the determination of the zinc with the standard 
solution of potassium fcrrocyanide, as described above in 
standardization of the solution. A very good plan in titrating, 
when the per cent of zinc is not approximately known, is to 
pour off about half of the solution into a beaker and titrate 
roughly. This will give the approximate per cent of zinc, 
when the balance of the fluid in the flask is added to the con- 
tents of the beaker and the titration proceeded with, a con- 
siderable, or such, quantity of the standard solution being 
added as the per cent of zinc, as approximately determined, 
will allow. The flask is finally thoroughly rinsed out with 
water, the rinsings being added to the beaker, and the titration 
finished by adding a iew drops of the standard solution at a 
time, testing a drop of the solution, after each addition, with the 
^uranium-acetate solution. At the first indication of a brown 
r the addition of the ferrocyanidc is stopped and the read- 
hg of the burette taken. If we have approximately the same 
jbutk of solution and the same amount of free acid present in 
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the regular assay as we have in the standardization of the 
ferrocyanide solution, no allowance need be made for the 
quantity of excess of ferrocyanide (about two drops) necessary 
to color the indicator. 

Slags. — In the case of slags it is necessary to evaporate 
the solution of the slag (if the sample is obtained by sudden 
chilling, the acid solution ; or, if fusion was necessary to decojn- 
pose the slag, the solution of the fusion) to dryness, heat to 
deliydrate the siHcic acid, and finally dissolve the dry mass in a 
little water and nitiic acid. Now add the chlorate mixture 
and proceed as above. Unless this precaution be taken the 
results will invariably be iow, probably owing to the gelatinous 
silica retaininjj a portion of the zinc solution. 

Ores containing Cadmium. — The acid solution, before 
adding test-lead or iiluminium, is subjected to the passage of a 
rapid current of sulphuretted hydrogen, This precipitates the 
cadmium as well a,s the copper. Wiien the precipitation is 
complete the sulphide precipitate is filtered off and washed, 
when the filtrate is ready for titration as before, it being un- 
necessary to expel the excess of sulphuretted hydrogen by 
boiling before proceeding with the titration. 

With many ores, especially the sulphide ores of the west, 
treatment with aqua regia is unnecessary in order to effect 
complete decomposition, simple treatment with the nitric-acid 
potassium-chlorate mixture being sufficient. 

A determination, except when a fusion is necessary to 
effect decomposition, or cadmium is present, may be nude la 
30 minutes. 



CHAPTER XXII. 



NICKEL (Ni)AND COBALT (Co). 



I 



Nickel and cobalt are almost invariably associated with 
cacli other in ores and metallurgical products, and consequently 
B determination of eitlier metal getierally involves tlK-ir scp.ira- 
tion. A number of different methods for the separation and 
determination of nickel and cobalt have been proposed, but 
the writer believes the following to be as rapid and accurate as 
any: 

The material fthould first be examined for members of the 
sulphuretted-hydrogen group. If any members of this group 
are found to be present, it will be necessary to remove them 
before proceeding with the analysis. To remove the members 
of the sulphuretted-hydrogen group dilute the filtrate from 
the silica with water to about 60 cc. warm to about 70° C, and 
pass a rapid current of sulphuretted-hydrogen gas, alloxving the 
solution to cool during the passage of the gas. Filtc- out the 
precipitated sulphides, wash thorouglily with dilute sulphur- 
etted-hydrogen water, and boil the filtrate, adding hydrochloric 
acid and chlorate of potash to oxidize the iron and sulphur. 
The solution is now ready to proceed with tlie analysis in the 
usual way. If no members of the sulphuretted-hydrogen group 
are present, this treatment is not necessary. 

Treat from i to 5 grammes of ore (according to the amount 
of Ni and Co which tlie ore contains) with pure concentrated 
sulphuric, nitric, and hydrochloric acids in a small flask similar 
to the fiask used in the copper-assay. For 1 gramme of ore 
about 5 cc. of sulpiiuric, 5 cc. of nitric, and 3 cc. of 
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hydrochloric acid. Heat until copious fumes of sulphuric 
anhydride are given off, adding more sulphuric acid, if neces- 
sary, to avoid reducing the mass to dryness. Cool, dilute with 
cold water, filter, and wash thoroughly with hot water. 

Dilute the filtrate or the oxidized filtrate from the precipi- 
tated sulphides, if sulphuretted hydrogen was used, with water, 
and gradually add ammonia- water, with constant stirring, until 
the solution is decidedly alkaline. Filler out the precipitated 
ferric hydrate and wash slightly with hot water. Dissolve the 
precipitate with dilute hydrochloric acid, dilute with water, add 
pure sodium carbonate until a slight cloudiness is perceptible. and 
then add a drop of dilute hydrochloric acid to clear the solu- 
tion. Now add from 7 to 15 grammes of pure sodium acetate, 
and boil to precipitate ba,>iic acetates. Filter whilst hot, using 
the fi!ter-pnmp if the precipitate Is bulky. Wash with hot 
water, and dissolve the precipitate with dilute hydrochloric 
acid, and reprecipitate as basic acetates, as before. This second 
basic-acetate precipitation is unnecessary if the amount of 
iron and alumina is small ; but if the first basic-acetate precipi- 
tate is large, it is necessary in order to insure all the nickel 
and cobalt passing into solution. Combine the three filtrates 
and concentrate to 400 or 500 cc. by evaporation, acidify 
slightly with acetic acid, and boil. When boiling saturate the 
solution with sulphuretted hydrogen, continuing the boiling 
whilst passing the gas. Filter off and wash the precipitated 
sulphides of nickel and cobalt, and wash thoroughly with sul- 
phuretted-hydrogen xvater. To recover any possible traces of 
nickel or cobalt which may have escaped, acidify the filtrate 
with a little acetic acid and boil. Should any precipitate of 
sulphides be recovered by this treatment wash it and the m.iin 
precipitate from the filter into a casserole, dry and burn the 
filters, add the ashes to the precipitates, and dissolve with 
nitrohydrochloric acid. Evaporate nearly to dryness to expel 
the excess of acid, dilute with water and add a solution of pure 
potassium hydrate, heat for some time, keeping the solution 
near the boiling-point, and then filler and wash. Wash the 
precipitated oxides from the filter into a beaker, place the 
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beaker under the funnel, and dissolve what remains on tiie 
filter with a saturated solution of pure potassluin cyanide, 
allowing the solution to run throuyh the filter into tlie beaker 
containing the oxides. Warm the beaker and its contents 
until the oxides are dissolved, and heat to boiling to expel the 
free hydrocyanic acid. Now add to the hot solution finely 
pulverized and elutriated red mercuric oxide, and boil. The 
whole of the nickel will be precipitated, partly as cyanide and 
partly as sesquioxide, the mercury combining with the free 
cyanogen. Filter oft this precipitate, wash, dry, and ignite. 
The ignited precipitate is oxide of nickel (NiO). To obtain 
the weight of nickel, multiply the weight of this precipitate by 
0.78667. 

The filtrate from the precipitated nickel contains the cobalt 
in solution. Carefully neutralize it with nitric acid, so that the 
solution is not acid and not strongly alkaline. Now add a 
solution of mercurous nitrate as long as it produces a precipi- 
tate of mercury-cobaltocyanide. Filter, wash, and dry the 
precipitate, finally igniting in a strong current of hydrogen in 
a Rose crucible so as to reduce the precipitated cobalt to the 
metallic state. Weigh the metallic cobalt. 

Another good method is to concentrate the combined 
filtrates from the ammonia and basic-acetate precipitations to 
about 100 cc, render the solution decidedly alkahne by the 
addition of a little ammonia, transfer to a weighed platinum 
dish, and precipitate the nickel and cobalt together by passing 
a strong galvanic current, keeping the solution alkaline with 
ammonia. The battery used for the generation of the current 
is the same as that used in the precipitation of copper clectro- 
lytically, two or three Bunsen cells making a very good battery. 

The nickel and cobalt are thrown down on the platinum in 
the form of a metallic coating. When ihey are completely 
precipitated remove the dish, wash it thoroughly with hot 
water, drj*, and weigh it. The increase in wciglit of the dish 
is the combined weights of the metallic nicki;l and cobalt. If 
it is nece&sary to determine them separately dissolve, the pre- 
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cipitate in nitric acid and effect the separation and determina- 
tion as above. Tills is a very neat and accurate method. 

The ignited oxide of nickel is liable to contain impurities. 
To determine these, transfer the ignited oxide to a beaker, add 
water, and boil. Filter, and wash thoroughly with boiling 
water. Dry, and ignite the oxide of nickel again. The loss in 
weight is probably due to some adhering alkali. Now dissolve 
the oxide of nickel in nitrohydrochloric acid, boil, dilute, filter, 
wash, dry, ignite, and weigh any undissolved silica. Deduct 
this weight from the weight of the oxide of nickel. Dilute 
the filtrate and add a large excess of ammonia, and filter out 
any precipitate of alumina or ferric hydrate which may form. 
Wash, dry, and ignite this precipitate and deduct its weight 
from the weight of the nickel oxide. From the true weight of 
the nickel oxide, as thus determined, calculate the weight of 
the metallic nickeL 



CHAPTER XXIII. 



CALCIUM (Ca). 



Lime (CaO) is usually determined gravi metrically by pre- 
cipitating it as calcium oxalate, cunverting tlie precipitate 
into a sulphate, and weighing as calcium sulphate; or volu- 
metrically by precipitating it as calcium oxalate, and deter- 
mining, after filtering and washing, the oxalic acid combined 
with the calcium by means of a standard solution of potassium 
permanganate. The second method is much more rapid than 
the first, and is fully as accurate, if proper care be observed. 
(See Fresenius, Wiley & Sons' edition of i8Si, page 828.) 

The solution of permanganate used may be the same as is 
used for the determination of iron, and may be standardized 
in the same manner. A comparison of the following equation 
with the one for the oxidation of ferrous iron to ferric iron 
by permanganate of potassium (see Part II, Chapter XVI) 
will show that one cc. of the permanganate solution is equal 
to exactly half as much lime (CaO) as iron, the molecular 
weight of lime and the atomic weight of iron being tiie same: 



« 



5CaC.0.H 



8H,S0, + K.Mn,0.= 
SCaSO.+ sMnSO.- 



K,SO, +.2CO. + 8H,0. 



Consequently, if I cubic centimetre of permanganate solution 
equals 0.010 gramme of iron it will equal 0.OC5 gramme of 
lime. 

Limestones. — One gramme of the limestones is treated as 
described in Chapter I, on Sih'ca. The iron and alumina are 
precipitated out of the filtrate from the silica, as described 
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in Chapter XVII, on Alumina. The filtrate from tin; procij^ 
taled liytlratL-s of iron and aluminium is then ready foi 
precipitation of the calcium, provided its bulk is not much 
over lOO cc. If much iron or alumina is present it is safer to 
dissolve the precipitated hydroxides in a few cc. of hydrochloric 
acid, and rcprecipitate with ammonia, combining the filtrate 
from this precipitate with the first filtrate for the determination 
of the lime. A cubic centimetre of ammonia should be added, 
and the solution brought to a boil. If a precipitate other than 
aluminium or ferric hydrate forms (such a precipitate should be 
filtered out, and added to the previous precipitate of hydrates), 
acidity slightly with hydrochloric acid, and make alkaline with 
ammonia. This is done to introduce suflRcient ammonium 
chloride to prevent the precipitation of magnesium hydrate. 
The lime is then precipitated as an oxalate by the addition of 
ammonium oxalate or oxalic acid. It oxalic acid is used there 
should be a considerable excess of ammonia present in order 
that the solution may be alkaline after the addition of the 
oxalic acid. If magnesia is present the ammonium oxalate 
should be in considerable excess. [According to Cairns, 40 cc. 
of a solution of ammonium oxalate prepared by dissolving one 
part of oxalate in twenty-four of water.] This is not only to 
precipitate all of the lime as oxalate, but to convert all of 
the magnesia into oxalate, which is soluble. Heat nearly to 
boiling for a few minutes, and then filter. If the solution was 
brought to a boil bcforq precipitation, and a good filter-paper 
is used, there will be no danger of the calcium oxalate running 
through the filter-paper. Provided magnesia is not present, 
less ammonium oxalate should be used, and the filtration may 
be proceeded with as follows : filter, and wiish the precipitate 
out of the beaker on to the filtcr-paper with boiling water, then 
wash the precipitate on the filter-paper with boiling water until 
the washings no longer give a reaction for oxalic acid. Remove 
the filter and contents from the tunnel, and spread out on 
a watch-glass somewhat larger than the paper. Wash into a 
beaker with hot water from a wash-bott!e with a fine jet, and 
after all the precipitate is removed from the paper, or all that 




paper, or all that^^H 



I 



can be m this way, wash the paper ivith some dilute sulphuric 
acid, transferring the washings to the beaker. Sometimes it is 
difficult to remove the last traces of calcium oxalate from the 
paper with sulphuric acid. In such a case a few drops of dilute 
hydrochloric acid may be added to the paper. Tlie contents 
of the beaker are now diluted with warm water to about lOO 
cc. 15 cc. sulphuric acid added, and the solution heated lo 
about 70° C. The solution is now ready for titration with a 
standard solution of potassium permanganate. This titration 
is performed in the same manner as described for the determi- 
nation of the standard of the permanganate solution by means 
of oxalic acid (see Chapter XVI). If magnesia is present it is 
always safest, and is in fact absolutely necessary where an 
accurate determination is to be made, lo dissolve the first 
precipitate of calcium oxalate in hydrocliloric acid, and repre- 
cipitate, on account of the magnesia which has been carried 
down with the first precipitate. To do this wash the precipitate 
into a beaker as before (such care in washing the precipitate as 
before is not necessary; in fact, it need only be filtered), and 
dissolve in as little hot dilute hydrochloric acid as possible. 
Dilute lo about 50 cc. with boiling water, make alkaline with 
ammonia, add 20 cc. of ammonium-oxalate solution, and heat 
nearly to boiling. Then filter, wash, and determine the lime 
as above. 

The second filtrate is to be combined with the first for the 
determination of magnesia. (See Chapter XXIV.) 

If desirable the lime can be determined gravimetrically, as 
described below, although the experience of the writer is that 
the volumetric determination gives fully as accurate results, and 
is more rapid. 

Clays, Cements, Feldspar, etc — Treat the substance as 

described in Chapter I, and, after combining the filtrate from 
the insoluble, and the silica by fusion, proceed as above. 

Ores. — For the determination of lime in ores the method 
as given for limestone may be used. In the cases of lead ores 
it is necessary to first remove the lead. 
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Slag.^For the determination of the lime, in a slag the fol. 
lowing method is generally used, and answers ail requirements 
for technical purposes: 

The filtrate from the silica (see Chapter I) is heated to boil- 
ing, made alkaline with a slight excess of ammonia, and acidi- 
fied with a sliglit excess of a saturated solution of oxalic acid. 
Ammonia is then added until the solution is slightly alkaline, 
and then a solution of oxalic acid until the iron precipitate is 
dissolved. The solution is then heated to boiling, filtered and 
washed, the lime being determined volumetrically as above. 
Tlie precipitated calcium oxalate should be wliite, otherwise 
iron, manganese, etc., have not been dissolved, showing an in- 
sufficiency of oxalic acid. Whilst this latter method is not 
absolutely accurate, it is generally sufficiently accurate for 
technical purposes, and is extremely rapid ; a determination of 
silica and lime in a siag having frequently been made by the 
writer in from an hour and fifteen minutes to an hour and a 
half whilst doing other work. 

For ihc determination of the lime gravimetrically, obtain 
the precipitate of calcium oxalate as described above. It is 
necessary to wash all of the precipitate out of the beaker and on 
to the filter. Some of the precipitate will usually adhere to the 
sides of the beaker, and can generally be removed by rubbing 
with a glass rod provided with a rubber on the end. When this 
treatment fails to remove all of the precipitate from the sides 
of the beaker, dissolve it in a few drops of hydrochloric acid, 
add a few cc. of boihng water, making alkaline with ammonia, 
and precipitate with ammonium oxalate. When all of the pre- 
cipitate is tran.sferred to the filter, wash until the washings no 
longer give a reaction for oxalic acid, and finally wash the pre- 
cipitate down into the point of the filter. Dry the filler-paper 
and its contents in a hot-air bath, and when thoroughly dry 
remove from the funnel. Transfer the precipitate to a weighed 
platinum crucible by inverting the filter-paper over the crucible 
and gently rolling between the fingers. Roll the filter-paper 
and the small amount of precipitate adhering to it into a ball, 
and ignite on the lid of the crucible over the flame of a burner 




A 



CALCIUM. • 219 

until white. Add the filter-ash to the precipitate in the cruci- 
ble, and thoroughly moisten the precipitate with strong c. p. 
sulphuric acid, place the lid on the crucible, and expel the 
excess of acid by heating over a burner, allowing the flame to 
tQuch only the edge of the crucible cover. After expelling all 
free sulphuric acid, ignite strongly over a blast-lamp or in the 
mufHc, cool, and weigh. 

This weight, after deducting the known weights of the cruci- 
ble and filter-ash, will be the weight of the calcium sulphate. 
Multiply this weight by 0.41 176, and the result will be the 
weight of the lime. 




MAGNESIUM (.Mg). 



Magnesia (MgO) is universally determined by precipitating 
it as ammonium-magnesiuin phosphate, converting it into mag- 
nesium pyrophospliate (Mg,P,0,) by ignition, and weighing as 
such. The preparation of the solution for the precipitation of 
the magnesia will depend upon what metals are present. Tiie 
metals of the sulphuretted-hydrogen group, the ammonium- 
sulpliide group, and barium, strontium, and calcium, should be 
removed before the precipitation of the magnesia. 

The solution should contain ammonium chloride and an 
excess of free ammonia, and should be cold before adding the 
hydrodisodium phosphate solution, which may be prepared by 
dissolving one part by weight of the salt in ten parts of xvaler. 
After adding the phosphate solution, agitate by stirring with a 
glass rod, care being exercised not to touch the sides of the 
beaker with the rod, as that will cause crystals of ammonium- 
magnesium phosphate to adhere to the sides of the beaker, and 
they will be difficult to remove. Cold, and frequent agitation 
of the solution, facilitate the precipitation, and it is a good plan 
to set the beaker in a dish containing ice-water or a freezing 
mixture and stir from time to time. Several hours' (from 2 to 
12) standing in the cold are necessary to complete the precipi- 
tation, the time depending to a great extent on the amount of 
magnesia present. After allowing to stand a sufficient length 
of time, remove a few drops of the clear liquid with a piece of 
glass tubing, transfer to a test-tube, and add two or three drops 
of magnesia mixture. This is prepared by dissolving one 
gramme of magnesium sidphateand one gramme of ammonium 
chloride in 8 cc of water and adding 3 cc. of ammonia. If i 
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precipitate forms it shows that sufficient phosphate solution 
was added. Sliould no precipitate form add 5 cc. of the phos- 
phate solution, stir, and proceed as before. Provided one 
gramme of substance was taken, and the magnesia is not over 
30 per cent, 30 cc. of the phosphate solution (prepared as above) 
and added at first will serve to precipitate all of the magnesia. 
Filter on a small filter and wash with dilute ammonia, prepared 
by adding two parts of water to one part of ammonia, until the 
washings n>T longer show a precipitate upon the addition of a 
few drops of silver-nitrate solution, after having previously 
acidified them with c. p. nitric acid. Dry the filter and precipi- 
tate as in the case of calcium oxalate (see Chapter XXIII), and 
when dry transfer the precipitate to a weighed crucible, and 
ignite the filter on the lid of the crucible unti! while. Add the 
filter-ash to the contents of the crucible, and ignite strongly 
until the contents of the crucible are while or nearly so. 
Should the precipitate be of a dark color, moisten with a tew 
drops of nitric acid, and, after having carefully evaporated off 
the excess of acid, ignite again strongly until the precipitate 
.issumes a light-gray color. Now cool and weigh the crucible 
and its contents. After deducting the known weight of the 
crucible and filter-ash, the remainder will be the weight of the 
m^i};i)esium pyrophosphate. Multiply this weight by 036036, 
and the result will be the weight of the magnesia (MgO). From 
liiis calculate the percentage. 

Slags. — As these contain all the impurities of the ores and 
fluxes from which they were produced, to a more or less large 
extent, a separation of the metals of the different groups will 
be necessary before precipitaling the magnesia. Dilute the 
filtrate from the silica obtained as described in Chapter !, with 
distilled water, to about 300 cc, and pass a rapid current of 
SUlpMu ret ted -hydrogen gas through the solution, filter off the 
precipitated sulphitles. and oxidize the filtrate as de-scribed in 
Chapter XVII. Transfer the solution to a flnsk of not less 
than 500 cc, caoaciiy, and add a saturated solution of sodium 
carbonate until a slight permanent precipitate forms. Dissolve 
tbis precipitate in a slight excess of acetic acid, add about 10 
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grammes o( sodium acetate, dilute to about 300 cc, a 
boiling. Continue lo boil for a few minutes, and filter wliilst 
hot, washmg tlioroughly with hot water.* Boil the filtrate 
from the precipitated basic acetates, add a few grammes of 
sodium acetate, and add bromine- water until the solution has 
a decided yellow color. Continue to boil and add bromine- 
water for some time, until the bromine_ no longer produces a 
precipitate of manganese oxide. Filter out the precipitate of 
manganese oxide, and, to be sure that the filtrate contains no 
manganese, neutralize it with sodium carbonate, acidify witli 
acetic acid, boil, and add bromine. If a precipitate forms, pro- 
ceed as before. Wlien the solution is free from manganese 
acidify it thoroughly with acetic acid, boil, and while boiling 
pass a rapid current of sulphuretted-hydrogen gas. The gas 
should be passed for from io to 30 minutes, depending upon 
the amount of zinc present. By this means the zinc is pre- 
cipitated as a sulphide, and can be filtered out. Wash with 
hot water by decantation once or twice, and then wash 
thoroughly with sulphuretted-hydrogen water. It is best to 
remove the beaker containing the bulk of the solution from 
beneath the funnel, and filter into a small beaker, changing the 
beaker frequently on account of the liability of the zinc sulphide 
to run through the filter. To the filtrate from the zinc sulphide 
add I cc. of hydrochloric acid, boil, and add bromine-water to 
oxidize the sulphur. If a precipitate of sulphur forms, filter it 
out. The solutions now contains lime and magnesia. The 
lime is precipitated as calcium oxalate in the manner described 
in Chapter XXIII, the precaution being observed to dissolve 
the precipitate of calcium oxalate in a little hydrochloric acid 
and reprecipitate, on account of the magnesia which may be 
precipitated together with the lime. The filtrate from the 
calcium oxalate is now ready for the precipitation of the mag- 
nesia in the manner described above. 
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Silyefi Coppefi and Lead Ores. — Proceed as above, except 
that when manganese and zinc are not present the lime can be 
precipitated in the filtrate from the precipitate of the basic 
acetates of iron and alumina, the treatment with bromine, and 
subsequently with sulphuretted hydrogen, being omitted. 

LimestoneSi Clays, Cements, etc. — ^As these substances 
seldom contain any of the metals of the sulphuretted-hydrogen 
group, proceed as in the determination of lime in limestones 
(see Chapter XXIII), and precipitate the magnesia in the 
filtrate from the calcium oxalate as above. 

The above examples will serve for nearly every case likely 
to arise. 



CHAPTER XXV. 



BARIUM (Ba). 



I 



Barium is universally precipitated as a sulphate and 
weighed as such (BaSO,). 

The following method will serve for all ores and furnace- 
products: 

Dissolve as described in Chapter I, taking the precaution 
to add a few drops of sulphuric acid in addition to the hydro- 
chloric and nitric acids, to precipitate the barium as sulphate 
with the silica. Evaporate to dryness, dissolve in hydrochloric 
acid, boil, add water, filter and wash thoroujjhly, and ignite. If 
the silica is to be determined, weigh the insoluble residue and 
determine tlie barium as follows: Fuse tlic insoluble residue 
witli from one to five grammes (depending on its amount) of 
carbonate of soda (see Chapter I). Dissolve the fusion in hot 
water and boil. Filter through a small filter, and wash until 
the washings no longer show a reaction for sulphuric acid, which 
can be determined by acidifying some of the washings in a test- 
tube with hydrochloric acid and adding a few drops of barium- 
chloride solution. Should no precipitate form, the barium car- 
bonate remaining behind on the filter is washed sufficiently. 
Dissolve the precipitate on the filter in dilute hydrochloric 
acid, allowing the solution to run into a small beaker. Tlie 
funnel sliould be covered with a watch-glass to prevent loss by 
effervescence when tlie acid is added. Wash off the watch-glass 
and sides of the funnel with hot water, and finally drop a few 
drops of hydrochloric acid around the edges of the filter-paper 
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and wash thoroughly with hot water. The filtrate should be 
perfectly clear, and should be brought to a boil when it is ready 
for the precipitation of the barium, which can be accomplished 
by adding sulphuric acid to the solution. From a few drops 
to two cc. of dilute sulphuric acid should be added, depending 
on the amount of barium present. The solution should be 
allowed to stand for some time until the precipitate partially 
settles before filtering. If a good filler-paper, such as Schlei- 
cher & Schuell's, is used, it is not necessary to allow the solu- 
tion to stand until the precipitate settles absolutely, as with 
such a filler it will seldom run through. A good plan is to 
filter ofT into a small beaker, changing the beaker frequently, so 
if any of the precipitate should run through the filter it will 
not be necessary to refiltcr such a large amount of solution. 
The first filtrate should be tested with a few drops of sulpliuric 
acid to determine whether all of the barium has been precipi- 
tated. After the solution is all filtered wash what remains in 
the beaker on to the filter with hot water, and wash the pre- 
cipitate on the filter once or twice with hot water, finally wash- 
ing the precipitate down into the point of the filter. Dry, and 
ignite in the manner described for the precipitate of magnesia 
pyrophosphate (Chapter XXIV). A small filter-paper should 
be used, as the carbon of the filter-paper is liable to reduce 
barium sulphate to a sulphide. When much of the precipitate 
adheres to the filter-paper moisten its ash. after ignition, with 
a few drops of nitric acid, and ignite again. The precipitate 
should be perfectly white, and can be transferred from the 
crucible to the watch-glass of the balance and weighed directly. 
This weight, less the known weight of the filter-ash. will be the 
weight of the barium sulphate. To obtain the weight of the 
baryta (BaO) multiply this weight by 0.65636. 

For the rapid determination of baryta and silica in lead 
slags the following method answers for technical purposes: 
Treat 0.5 gm. with water and hydrochloric acid in a casserole, 
heat, add water, filter, and determine the silica as usual. This 
insoluble residue may be considered as silica. Treat another 
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portion (0.5 gm.) with water, hydrochloric acid, and a few 
drops of sulphuric acid. Evaporate to dryness, heat, dissolve 
in water and hydrochloric acid, and determine the insoluble 
residue as usual. This insoluble residue may be considered as 
consisting of silica and barium sulphate. 



CHAPTER XXVI. 



POTASSIUM (K) AND SODIUM (Na). 



I 



One of the two following methods will be used, according to 
whether the substance is decomposed by acids or not: 

First Method. — The Substance is dtcomposfd by Acids. — 
Dissolve from 0.5 to g.o grammes in hydrochloric acid, add 
bromine or chlorine water, and heat to boiling. Evaporate to 
dryness if necessary, and proceed as In the determination of 
sihca (Chapter 1). To the filtrate from the silicaadd anunonia in 
slifjlit excess (if any members of the sulphuretted-hydrogen 
group are present they must be removed, as in the case of de- 
Icrmination of alumina. Chap. XVI I), and ammonium carbonate, 
and allow to stand for a tew hours. Filter, wash, evaporate 
the filtrate and washings to dryness in a platinum dish, and ex- 
pel the ammonia salts by ignilingto a point just below redness. 
Dissolve in water, add solution of barium hydrate until the 
fluid is decidedly alkaline, filter and wash well, and add to the 
filtrate solution of ammonium carbonate as long as it produces 
a precipitate ; allow the solution to stand for a short time, filter 
out the barium carbonate, and wash it until the washings do 
not render silver nitrate turbid. Now add a few drops of 
hydrochloric acid to the filtrate, and evaporate it to dryness 
in a weighed platinum dish, ignite to a slight-red heat, cool 
ami weigh the mixed chlorides of sodium and potassium. 
Where an accurate dettrmination is required, it is best to dis- 
solve the mixed chlorides in water and repeat the treatment 
with barium hydrate and ammonium carbonate, and again evap- 
orate and weigh. 

The weight of sodium and potassium present may now be 
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determined indirectly as follows : Dissolve the combined chlo- 
rides in warm water, add a few drops of a saturated solution of 
potassium ciiromate, and add from a burette a standardized 
solLtion of silver nitrate until the red color of silver chromate 
appears. From the number of cc. of standard silver nitrate-solu- 
tion used calculate the WL-iglit of chlorine present, as described 
below, Tlie weight of chlorine present having been thus de- 
termined, the weights of the sodium and potassium present may 
be calculated as follows: Suppose we have found I.o gramme 
of sodium and potassium chlorides and 0.563 gramme of chlo- 
rine present in the combined chlorides. 

35.4 (at. wt. CI) : 74-4 (mol. wt. KCI) : : 0.563 (CI found) : x. 
X = 1.1S326. 

If all of the CI present were combined with K, the weight 
of the chloride would amount to 1. 18326. As the combined 
chlorides weigh less, NaCl is present, and in a quantity pro- 
portional to the difference (dif. = 1. 18326 — 1.0 = 0.18326). 
The difference between the molecular weight of KCI and that 
of NaCI (16.0) is to the molecular weight of NaCl (58.4) as the 
difference found is to the NaCl present ; or. 



16 : 5.84 :: 0.18326 : x {NaCl present). 
;r (NaCI present) =0.67015 gms. 

KCI present = i.o — 0.67015 = 0.32981 



The above illustrates the method of calculating results. 

To prepare the standard silver-nitrate solution, dissolve from 
17 to 18 grammes of pure nitrate of silver in one litre of dis- 
tilled water. To stan<lardize the solution, dissolve i gramme 
of pure fused sodium chloride in one litre of water, pour exact- 
ly 100 cc. of the solution into a beaker, add three drops of a 
saturate solution of potassium chromate, and drop in from the 
burette the silver solution until the red color of silver chromate 
appears. The known quantity of chlorine, in the 100 cc. of salt 
solution, divided by the number of cc. of silver solution used) 
will give the value of 1 cc. of the latter. 
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In the case of analyses where extreme accuracy is required 
the potassium may be determined directly as follows, and the 
sodium by difference: Di.ssoive the combined chlorides (after 
having weighed them) in warm water, and if the solution is com- 
plete, transfer it to a small casserole, add 3 to 4drops of hydro- 
chloric acid and a solution of potassium tetrachloride (as much 
as contains an amount of the salt equal to about four times the 
weight of the combined chlorides) and evaporate on the water- 
bath until the mass is pasty. Now add to tlie casserole about 
50 cc, of 85 per cent alcohol, and heat for a few minutes on the 
water-bath. Then wash into a small flask (which we will desig- 
nate as A) the contents of the casserole with alcoiiol (85 per 
cent), and cork the flask immediately. After the precipitate of 
potassium platinochloride has entirely settled, and the fluid 
shows by its yellow color that sufficient platinum tetrachloride 
has been added, pour off the clear fluid into a small flask 
marked B, as completely as possible without transferring any 
of the precipitate, cork it, and allow it to stand long enough for 
any particles of potassium platinochloride, which may have 
passed over with the fluid from flask A, to subside. Then pour 
into flask A 20 or 30 cc. of 85 per cent alcohol, cork it, and 
after agitating it gently set it aside until the contents of flask 
Bare disposed of. Pour the contents of R into a dish, add 
about 10 cc. of water, and proceed to evaporate off the alcohol 
on a water-bath. Should there be any particles of the precipi- 
tate in the fluid, first pour off as much as possible into the dish, 
without disturbing the precipitate and evaporate it as above, and 
pour the rest, with the precipitate, on a filter. Add this fil- 
trate to the fluid already evaporating. Keep the funnel covered 
with a glass while filtering. After all the fluid has thus been 
transferred to the dish for evaporation, pour upon the j 
filter the contents of flask A, washing the precipitate onto the 
filter with 85 percent alcohol. Dry the filter and contents in 
an air-bath at 100° C. Ignite the dry precipitate, rolled up In 
the filter, in a weighed crucible, applying the iieat very gently 
at first, and keeping the crucible covered until the (iiter-papcr 
, is charred. Then remove the cover and ignite at a higher heat 
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until the filter is entirely consumed. Allow the crucible to cool, 
add a little oxalic acid, heat gently at hr^it, until the water of 
crystallization of the oxalic acid is expelled, and then more 
intensely until the acid is decomposed and all the carbon con^ 
sumed. Cool the crucible, and wash by decantation with hot 
water as long as the wash- water becomes turbid from the forma- 
tion of silver chloride when treated with silver nitrate. By this 
means the double ciiloride is decomposed, and all the potas- 
sium and chlorLue washed out, leaving only spongy platinum. 
Heat alone fails to decompose the compound completely. 
After the platinum is sufficiently washed, dry the crucible and 
contents, and ignite until everything is consumed but spongy 
platinum. Cool and weigh. This weight, less the known 
weight of the crucible and filter-ash, will be the weight of the 
platinum combined with the potassium as potassium-platinic 
chloride (PtCl„2KCl). To obtain the weight of the potas- 
sium multiply the weight of the platinum found by 0.39594. 

After all the alcohol has been expelled from the original 
filtrate by evaporation, as directed above, add I cc.of platinum- 
tetrachloride solution and a small quantity of pure sodium 
chloride; continue the evaporation to pasty consistency, treat 
with alcohol, and proceed as directed for the treatment of the 
main precipitate. The sodium chloride has a tendency to 
prevent the decomposition of the platinum chloride while 
evaporating. 

Should the solution of the combined chlorides be incom- 
plete, filter, and evaporate the filtrate to dryness, as directed; 
weigh, and dissolve in warm water. Now determine the potas- 
sium, as directed above. 

Second Method. — The Substance is net entirely decomposed 
by Acids. — The substance can be fused with sodium carbonate 
and the silica separated as usual (Chap. I), and the determina- 
tion proceeded with as above; or the method of Prof. J. L. 
Smith* can be adopted. This method is as follows: Treat 
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' 0-5 to I.O gm. of finely pulverized silicate i 
n mortar with an equal amoui 
chloride, rubbing the two tojjether 



agate 



I 



granular 
intimately. 

Add eight parts of pure calcium carbonate in three or four 
portions, mixing thoroughly after each addition. Transfer 
the contents of the mortar completely to the crucible, and tap 
gently until its contents are settled. It is then clasped by a 
metallic clamp in an inclined position, and the heat of a small 
Bunsen burner is now brought to bear upon the crucible just 
above the top of the mixture, and gradually carried toward the 
lower part, until the ammonium chloride is completely decom- 
posed, which takes about five minutes. The heat is now raised 
gradually to(a bright red, and kept there for about forty min- 
utes. It is best not to have too intense a heat, as that would 
vitrify the mass too much. The crucible is now cooled, and 
when cool its contents will be found to be more or less 
agglomerated, in the form of a semi-fused mass. The mass is 
now transferred to a small casserole, and what adheres to the 
crucible is removed with warm distilled water, and sufficient 
water added to bring the bulk of the solution up to about 
7S cc. The contents of the casserole are now brought to the 
boiling-point, when the mass will begin to slack. After the 
mass is completely slacked and disintegrated, the analysis is 
proceeded with as follows: Filter off the contents of the casse- 
role on a good-sized filter, and wash well with distilled water. 
The filtrate will contain in solution all the alkalies, with some 
chloride and hydrate of lime. Proceed to determine the 
potassium and sodium in this filtrate in the manner described 
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Four samples (see Fig. 7) are cut from the small sample 
bar with a cold-chisel. From each of these samples i assay- 
ton is accurately weighed out for cupellation, it being a good 
plan to pound each sample into a cube before finishing the 
weighing, 

Cupellation. — Each i A. T. sample is now cupelled sepa- 
rately. In the case of impure bullion each sample should be 
scorified with a little borax before cupellation. In case the 
lead is very impure and contains a good deal of copper, a little 
test-lead will help the scorification. Some assayers prefer to 
scorify all samples before cupellation, contending that the loss 
of silver in scoriRcation is less than the toss in cupellation. 

The cupels should weigh about 20 gms. each, and should 
be heated in the mufHe before introducing the sample for 
cupellation. After dropping the samples into the cupel the 
door of the mufHe should be closed until the samples are 
melted and cupellation begins. As soon as the samples begin 
to cupel the door is opened, and the cupellation is contin- 
ued at the proper temperature until the buttons "brighten." 
The temperature of cuptllation should be properly regulated. 
The cupels should always show " feather litharge" around the 
edges, which they will not do if the temperature is too high. 
On the other hand, the temperature should not be too low, as 
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in this case the loss of silver will be high, and the buttons are 
apt to "freeze" and ruin the assay. The proper temperature 
is something which can only be learned by experience. When 
the bullion is rich and the buttons, consequeiuly, large, it is 
a good plan to have some cupels in the rear of the muffle, 
to cover the cupels containing the buttons just after they 
" brighten." The cupels should be placed in a hot part of the 
muffle just before "brightening," and should be gradually 
removed after "brightening," in order to prevent "spitting." 
A button which has "spit " or "sprouted" should always be 
rejected. When the cupels are cooJ tlie buttons are ready for 
weighing. 

Weighing. — The buttons are best removed from the cupel 
by means of a pair of pliers, and should be brushed off with a 
wire-brush to remove any particles of litharge or bone-ash 
which may adhere to the bottom. The buttons are now ready 
for weighing on the button-balance, and should agree together 
closely. The agreement should be within about o.J ounces on 
a bullion of from 200 to 400 ounces. After weighing, the but- 
tons should be flattened out with a few light blows, when they 
are ready for parting. 

Parting. — The parting can be performed in a small porce- 
lain crucible or. preferably, a glass matrass or test-tube. Two 
of the flattened buttons are introduced into each matrass, and 

. nitric acid of 32" Baumi^ added. The matrass is now 
gradually warmed on an iron plate or sand-bath until the 
silver is all dissolved. The contents of the matrass are now 
boiled for a few minutes and then removed from the heat. 
After shaking gently to bring all the fine particles of gold 
into one mass, the solution is poured off. Fresh acid is now 
added, and the gold boiled for three minutes. It is ag.iin 
brought into one mass, if necessary, and the acid decanted off. 
The gold is now washed three times by decantation with di.s- 
tilled water {free from chlorides), the matrass filled with dis- 
tilled water and inverted in a small porcelain crucible. After 
the gold has settled to the bottom the matrass is removed and 
^^L the water poured off, the last drops of water being readily re- 
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moved by suction, through asmatl piece of glass tubing drawn 
to a point at the end. The crucible is dried, and finally ignited 
at a red heat, when the gold is ready for weighing on the gold 
balance. The duplicates should agree almost exactly. 

Special Method.— In the case of extremely impure bullion, 
this method may liave to be adopted. Prepare the sample as 
described in Part I, Chapter 11, weighing the dross and the bar 
separately. Weigh out four samples, of i A. T. each, of the 
dross, scorify, cupel, and part, as described above. Determine 
the gold and silver in the bar as described above. 

The manner of calculating the results is best illustrated by 
an example : 

Bar weighs 4.25 lbs. 

Dross weighs 1.50 " 

Total weight of sample (after melting). 5.75 lbs. 
Bar-assays ; 

Ag 405.00 oz. 

Au 1,00 " 

Dross-assays : 

Ag 806.000Z. 

Au 3.50 " 

Then ^ X 405 = 0.860625, 

2000 

— ^ X 806 = 0.604s, 
2000 

the total ounces of silver in the bar and dross. 
Hence the total ounces of silver in the sample 

= 0.86025 + 06045 ~ 1.465125. 

Now 1.465125 X ^^ = 509.61, 

5-75 

the ounces of silver, per ton of 2000 pounds, in the sample* \ 
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In the same manner we have for the gold 

^i?5 X i.o = 0.002125, and -^ X 3.5 = aoo2625. 
2COO 2000 ^ . 

Hence 

2000 

aoo„.5+<..c<«6^S =aca,75, ."d 0.00475 X —= ..6s, 

the assay-value of the sample in ounces gold per ton. 
Hence the assay-value of the bullion is : 

Ag 509.61 

Au 1.65 

The results may also be calculated according to the formulae 
given in Part HI, Chapter VIII, in which case the bullion and 
dross are weighed in grammes. 




For the determination o[ silver in silver bullion any of the 
following methods are applicable, but the first two are the 
only ones generally used in the United States, 

The first method is universal in its application, and is the 
method generally adopted by our Western metallurgical estab- 
lishments, although some refiners use the second method, whilst 
some works use both the first and second methods, using one 
as a check on the other. 

The first method is preferable when the bullion contains 
mercury, as in the case of retorted bullion from a pan-amalga- 
mation mill. 

The second method is the one which has been adopted by 
the U, S. Government for the determination of the fineness of 
silver bullion in the U. S. mints and assay-offices. 

The fineness or silver and gold contents of the bullion is 
always reported in thousandths ; i.e., so many deforces or parts 
of silver or gold in one thousand parts of bullion. For example, 
we say a bullion is 990 silver and 5 gold fine; that is, it con- 
tains 99 per cent of silver and aS per cent of gold. 

The sample of bullion should always be annealed, and ham- 
mered or rolled out thin so that it can be cut readily with a 
pair of scissors. A small set of rolls, to be kept only for this 
purpose, will be found very convenient when many assays are 
to be made. 

First Method : By cupellation with pure lead. Fire-asi 
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Second Method ; Volumetrically by means of a standard 
solution of sodium chloride. Gay-Lussac's method. 

Third Melliod: Volumetrically by means of a standard so- 
lution of potassium sulphucyanidc. German method. 

The first and second methods require a preliminary assay 
to determine ttie approximate hneness of the bullion, unless 
this is known. The third method requires no preliminary 
assay. 

Preliminary Assay. — To determine the approximate fine- 
ness o( the bulhon weigh out 0.500 gramme of bullion (the 
bullion and buttons should be weighed on the button-balance), 
wrap in from 5,0 to lo.o grammes of pure lead-foil, and cupel 
in the muffle-furnace, using a small cupel neighing about 10 to 
12 grammes. The cupel .should be hot before placing the 
button in it, and the door of the muffle should be closed until 
cupcllaiion commences. As soon as ciipeJIation begins the 
door is opened and the cupel moved totlie front of the muffle. 
Tlic temperature is tlie most important point in this operation. 
The assay should run sufficiently cold lo 3.\]o\v ffalficr litharge 
Xo form on the cupel, but not so cold that there will be danger 
of the button freezing. The proper temperature is something 
which can only be gauged by experience ; after considerable 
practice with this method the assayer will be able to control the 
temperature within comparatively narrow limit.s, Toward the 
tier part of the cupellation and just before the button 
\\itr\3 the cupel should be moved back in the muffle. After 
ly of colors on the button has ceased, the button should 
covered with a hot cupel : but before covering, it should be 
allowed to remain for about a minute to remove the last traces 
of lead. The assay should be gradually removed from the 
furnace to prevent spitting or sprouting. Should the button 
sprout, the a.ssay should be discarded. When the cupel is 
cold the bottom is removed by a pair of pliers, and brushed 
with a stiff brush to remove adhering particles of bone-ash, etc. 
The weight of this button gives the amount of pure silver to 
be taken for the proof- or check-assay if the first method is 
adopted or the weight of bullion to be taken for assay if 
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the second method is adopted, according to the followli^ 
table : 
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First Method. — The check- or proof-assay should not only ' 
contain very approximately the same amount of silver which 
the bullion contains, but approximately the same amount of 
copper and lead as the bullion. Should the bullion contain 
much gold, the proof should contain gold in the same propor- 
tion. Should the bullion contain much copper, the amount can 
be quickly ascertained by dissolving 0.5 gramme of bullion in 
dilute nitric acid, adding a very slight excess of hydrocliloric 
acid to precipitate the silver, filtering off the precipitated silver 
chloride, and washing the precipitate with hot water. The 
filtrate is now rendered alkaline with ammonia, and the copper 
determined by titration with a standard solution of potassium 
cyanide. (See Part 11, Ciiapter XIH.) Or the Copper may be 
determined quickly by the colorimetric test. (See Part II, 
Chapter XIII.) In the case of quite fine bullion, as tlie bullion 
from the cupellation process, the copper can be disregaided. 
The method of making up the proof is best illustrated by an 
example, as follows: Suppose the preliminary assay gave 375 
mgs. of silver and showed the bullion to contain 20 per cent 
copper. The table shows that we would have to weigh out 
from 380 to 385 mgs, of pure silver, and that 1 1 gms. of lead 
would be required for cupellation. To this should be added 
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100 mgs. of pure copper-foil and 25 mgs. of lead. The whole 
is wrapped in ihe 1 1 gms. of sheet lead when it is ready for 
cupeilatiori with the regular assay. The reason for making up 
the pioof in this manner is that tlie loss of silver in cupdialion 
will depend upon the amount of lead and copper present. 

The pure silver-foil used can be made by the reduction of 
the silver chloride obtained in parting, or it can be purchased 
from dealers. 

The regular assay is performed as follows: Two portions 
of bullion weighing 0.500 gm, each are accurately weighed out 
on the button-balance and wrapped in the proper amount of 
lead-foil as shown by the table. The lead-foil can be cut into 
sheets of the proper weight. The lead-foil should be free 
from silver ; but, if it contains a small amount of silver and its 
silver contents are uniform, the silver which it contains can be 
disregarded, as the same amount will be present in the lead 
used in the proof-assay. The proof is made up as indicated 
above. Have three hot cupels in the muffle and introduce 
into each one of the assays, placing the test-assay in the middle. 
Proceed with the cupellation in the manner described under 
the preliminary assay, taking care to have the cupellation of 
all three of the assays start and finish at about the same time; 
that is, have all three run at about the same temperature. 
Weigh all three buttons: the loss in silver of the test-assay 
will represent the loss in cupellation. In the case of fine 
bullion this loss should be from 4 to j mgs. If greater than 
5 mgs., the assay has been run too hot or loo cold. The 
buttons should be bright, and should show no evidence of 
litharge. The loss in the test-assay is added to each of the 
regular assays when the product of the two assays will give the 
fineness of the bullion. The two buttons should not differ 
from each other by more than i mg. A greater dtfTerence, 
except in the case of very impure bullion, when a greater num- 
ber of assays should be run. should not be allowed. Suppose 
button No. 1 weighs 489 mgs., button No. 2 weighs 488 mgs., 



and the test shows a loss of 4.5 mgs. ; then 
K (489 + 4-5) + (488 + 4.5) = 98« 



fine. 



340 



A MANUAL OF PRACTICAL ASSAYING. 



The buttons are parted for gold (see assay of Gold Bullion, 
Part III, Chapter III), and ihe gold fineness is deducted from 
the total fineness (Ag and Au) to determine the silver fineness. 

Second Method.^This method requires the following 
solutions: Normal-salt solution, decinormal-salt solution, and 
decinormal solution of silver nitrate. 

The normal-salt solution is a solution of salt in water, loo 
cc. of which will precipitate exactly i.o gm, of silver as silver 
chloride. 

The decinormal-salt solution is a solution of salt in water, one 
cc. of which will precipitate exactly i o mg. of silver. This solu- 
tion is made by diluting one part of the normal solution with 
nine parts of water. In making up this solution care should 
be taken to have the temperature of the solution and the water 
used for dilution the same. 

The decimc-silver solution is a solution of pure silver in 
nitric acid, diluted with distilled water. One cc. of this solu- 
tion contains i.o milligramme of silver, consequently i cc. is 
equivalent to i cc. of decime-salt solution. 

To prepare the normal-salt solution dissolve 5.4167 grammes 
of pure dry sodium chloride (dried by heating at about 125° C.) 
in distilled water, and dilute to lOOO cc. Where many assays 
are to be made, it is usual to prepare a greater quantity of the 
solution, the above being given simply to indicate the amount 
of salt to be used. In making up and measuring the solutions 
care should be exercised to have the temperatures remain the 
same. A good plan In making up, measuring, and standardiz- 
ing is to have the solutions at the ordinary temperature of the 
laboratory. The laboratory in which the solutions are kept 
and the assays performed should have a nearly constant tem- 
perature. A convenient form of apparatus In which to keep 
the solutions is a carboy or large glass bottle, provided with a 
rubber stopper perforated with two holes. Into one of these 
holes is introduced a piece of glass tubing whose lower end 
reaches nearly to the bottom o( the flask. In the other hole 
introduce a piece of glass tubing bent In the form of a siphon, 
the end in the bottle reaching nearly to the bottom, whilst the 
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Other end is a foot or so below the level of the bottom of the 
bottle and a convenient heip^ht above the woik-table. This 
siphon tube should be provided with a slop-cock, situated at a 
convenient height, and a piece of rubber tubing on the end, the 
latter being provided with a pincU-cock. From time to time 
the solution in the bottle should be shaken, and it should be 
restandardized every few weeks, as, no matter what precautions 
are taken, its strength is liable to change. 

The decime-salt solution is prepared by drawing off exactly 
lOO cc. of the normal solution and diluting it to icxm cc. with 
distilled water of the same temperature. It is unnecessary to 
prepare a lai^e quantity of this solution, as it can be readily 
prepared from time to time, as needed, from the normal solu- 
tion. 

The decime-silver solution is prepared by dissolving i 
gramme of perfectly pure silver in a few cc. of dilute nitric 
acid, and diluting to looo cc. It is best to prepare this solu- 
tion freshly about once a week, and it should be kept in a 
green-glass bottle covered with black paper, and provided with 
a siphon for convenience in drawing off into the burette. 

After preparing the salt solutions they must be carefully 
standardized as follows: Three or four portions of pure silver 
of exactly l gramme each are weighed out. and each portion 
is introduced into a glass-stoppered flask of about 250 cc. 
capacity. The silver in each flask is now dissolved in 10 cc. of 
dilute nitric acid (free from chlorine), placing the flask in an 
inclined position on the sand-bath to facilitate solution and 
avoid loss. After the silver is all dissolved dilute the contents 
of the flask with about 80 cc. of distilled water. Run into a 
pipette 100 cc. of the normal solution, and add the solution 
(rom the pipette to the contents of the flask. Close the flask 
vith the stopper, and agitate violently. After agitation place 
the flask in a dark place (a box with several holes in the top 
in which to introduce the flasks is convenient), and allow the 
precipitate to settle. Repeat the agitation, if necessary, until 

the solution settles clear, and then add I cc, of the decime-salt 

^^L (prepared for this purpose by drawing off z; cc. of the normal- 
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•A water) 5oQ^^| 



salt solution, and diluting with 225 cc. of distilled v 
tion from a burette. Siiould a precipitate appear, agitate and 
allow to settle as before, and repeat the addition of (Jecime-salt 
solution until a precipitate fails to appear. The solution should 
be added slowly at first, and the addition stopped as soon as a 
precipitate (ails to appear. The reading of the burette is now 
noted, the contents of the flask agitated and allowed to settle. 
The decime solution of silver nitrate is now added from a 
burette, adding not more than 1 cc. at a time. I'his addition 
is continued, agitating, and allowing the contents of the flask 
to settle after each addition until the silver nitrate no longer 
produces a precipitate, when the reading of the burette is 
noted. 

The method of calculation is best illustrated by the follow- 
ing examples: 

Suppose 100 cc. of the normal solution was insufficient to 
precipitate al! the silver, and 7 cc. of the decimc-salt solution 
were added. Then i cc. of the decime-silver .solution is added, 
resulting in the formation of a precipitate. The addition of a 
second cc. of the silver solution fails to produce a precipitate. 
Hence, 1007 - (.2 — .1)= 100.6 cc. of the normal-salt solution, 
which is necessary to precipitate 1 gramme of silver, whilst only 
100 cc. should be required. The normal salt solution is conse- 
quently too weak, and the quantity of salt to be added to 1000 
cc. may be calculated as follows: ■ 

(too — 06) : 5,4167 :: 06 : x. H 

X = 0.0327 grammes o[ NaCl. " 

Suppose 100 cc. of tlie normal- and i cc. of the decime-salt 
solution were added, the decime solution failing to produce a 
precipitate. Decime-silvcr solution was then added to the 
amount of 8 cc, the last cc. failing to produce a precipitate. 
Hence, loo.i — (.8 — .1) =994 cc, required to precipitate I 
gramme of silver, whilst 100 cc. should be required; conse- | 
quently the solution contains an excess of salt, 
I : 0.006 :: 5.4167 : x. 
X = salt in excess — 0,0325002 gm. 
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The following calculation gives tlie number of cc. of water 
to add to each lOOO cc. of solution in order to make it noimal: 



0.032 5002 
5-4167 



X 1000 = 6 cc. 



Salt or water should be added as required, the solution 
being thoroughly mixed and lestandardized. This operation 
is to be repeated until the solution is brought to the normal 
point. After a normal solution is obtained a d.:cimc solution 
can be made by diluting 100 cc. of the normal solution with 
900 cc of water. 

The use of a normal solution of sodium bromide, rather 
than sodium chloride, is preferred by some chemists using this 
method. Sodium bromide is preferable, as silver bromide is 
practically insoluble in water conlairiing a slight excess of 
sodium bromide, whilst silver chloride is slightly soluble in 
water containing a slight excess of sodium chloride. If sodium 
bromide is used, 9.5370 grammes of the dried salt dissolved 
in water and diluted to 1000 cc. should produce a normal 
solution. The solution is standardized, and the aiisay per- 
formed in the same manner as when sodium chloride is used. 

The regular assay can now be made as follows: First deter- 
mine the approximate fineness of the bullion by cuptllation, as 
described above, or by weighing out 0.5 gramme of the bullion, 
solution in dilute nitric acid, and titration with the standard 
salt solution, using tlie normal solution to start with, and tlie 
dccime solution to finish with. A good plan is to pour off one 
half of the solution of the bullion into a beaker, and approxi- 
mately determine the amount of silver in the half remaining in 
the flask. Now add the solution in the beaker to the flask, 
and finish the titration. In this manner the amount of normal- 
salt solution which can be safely added is determined, and the 
final titration with the decime solution is quickly proceeded 
with. 

Having determined the fineness approximately, the amount 
of bullion to weigh out for assay (so as to have about 1 gramme 
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of silver present in eacli assay) can be obtained from the tabIor7 
It is usual to take at least two portions for assay. Dissolve 
each portion in a 250CC. stoppered flask with dilute c. p. nitric 
acid, and dilute with water to about So cc. Add too cc. of 
normal-salt solution, ayitate, and proceed as above described. 
The method of calculating results is best illustrated by an 
example, as follows: Suppose we have taken I.OI gramme of 
bullion, and have used 100 cc. of the normal- and 1 1 cc. of the 
dccime-salt solution. Having added too much salt solution, we 
add 2 cc. of the decime-silver solution, and titrate again with 
the decimc-salt solution, drop by drop, using 0.5 cc. altogether, 
when a precipitate fails to appear. 

Salt solution used, 100 cc. normal, = looo.oo rngs, Ag. 
" " " 11.5 cc. decime, = 11.50 " " 

101 1.50 mgs. Ag. 
Less decime..silver solution used, 2 cc, = z.oo " " 

1009.50 mgs. Ag, 



1.01 : 1,009s :: 1000 : x. 
X = 999.5. 

As this assay cannot be made in a laboratory where fumtt 
of chlorine, bromine, or ammonia are present, it is best to have 
a separate room for this assay. If a separate room is used it is 
preferable to have the light admitted through yellow glass, as 
the rays admitted by yellow glass do not decompose chloride 
or nitrate of silver. Should the bullion treated contain mer- 
cury, sunlight will not blacken the precipitated silver chloride. 
Should mercury be present, it may be held in solution by the 
addition of 10 grammes of sodium acetate containing a few 
drops of free acetic acid. 

Should the bullion contain lead, it can be precipitated, before 
titration with the salt solution, by the addition of a few cc. of 
sulphuric acid. 
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Third Method. — By this method the silver is determined 
in the same manner as the determination of the silver present 
in tiie precipitate of silver arseniate, as described in the deter- 
mination of arsenic volumetrically by means of a standard 
solution of potassium sulphocyanide.* A norma! solution (i 
cc. = 10 mgs. Ag) and a decinormal solution (i cc. = i mg. 
Ag^ of potassium sulphocyanide should be prepared. The 
titration should begin by the use of the normal solution, and 
the final reaction should be obtained by the decime solution. 

A preliminary assay, either by cupellation or by titration 
with the normal solution, will be found of advantage. 

The assays should be made in duplicate. 

* Chapter X, page 145. 



CHAPTER m. 



THE ASSAY OF GOLD BULUCM. 



Tf f K f>foces5 of assay ing« which is essentially ooc of refiniiig» 
f^f\ii\tn^ the removal of both the base metais and the silver. 
To ';ff':Ct thi5 two operations are necesary: 

Fir^t. The base metals arc removed by cupeilatioii. Weigh 
out o.yjJ gm, on a delicate balance, wrap in 5 gm& of pure 
*hect Ica/J, and cupel (see Chapter II : Assay of Silver Bullion). 
I^;;id und^-r the action of the heat and air forms litharge, 
which rli<i5^>lves the oxides of the base metals and carries them 
into the cupel, leaving behind, when the operation is completed, 
which in «>liown by the brightening of the button, pure silver 
and gold. The button of silver and gold is weighed, and the 
difference between this weight and the 0.500 gm. taken rep- 
rcnrruts the weight of the base metaL 

S'-cojui. The silver is removed from the gold by solution 
in nitric acicj, the gold remaining behind in an insoluble state. 
In order that the silver be entirely removed, it is necessary 
th;it there be present at least twice as much silver as gold. 
A preh'minary assay is run by weighing out 0.500 gm. of 
bullion, adding i.o gm. of pure silver, wrapping in 5 gms. of 
hhect lead, and cupelling. The resulting button is detached 
from the cui)cl, brushed and weighed, and then flattened out 
under a hammer, the weight being noted. It is then heated to 
rcdneMS in a clay annealing-cup and passed through a small set 
of rolls, which draw it out to about 4 inches in length. It is 
again annealed, and when cold is rolled into a spiral coil called 
a cornet. It is now ready for the acid. For this purpose a 
platinum dish about 3 inches in diameter and 2 inches deep 

946 
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s used. This 



:arly filled with 1 



of 



I 

I 
■ 



nitric 

Baumi and heated to boiling. The cornels are placed in a 
small platinum crate, with a separate compartment for each 
cornet. This crate is now lowered into the boiling acid and 
allowed to boil for 10 minutes, as shown by an electric mdU 
cator. Tlie acid is now poured off, the dish filled with fresh 
acid of the same streiigtli, and again boiled for 10 minutes. 
The crate containing the cornets is now lifted out and washed 
with pure distilled water. After drying slowly, the platinum 
crate and cornets are exposed for a few minutes to a strong 
red heat, which condenses and anneals them. When cool, ihc 
cornets are weighed and the number of milligrammes which 
they weigh is noted. Suppose this preliminary assay shows 
0.380 gm. of gold and 0.010 gm. of silver, then twice 0.380 = 
0.760, and 0760 — 5 (half the silver present) = 0755 gm. of 
silver, which it is necessary to add to the regular assay in order 
that there be twice as much silver present as gold. 

For the regular assay o 500 gm. of bullion is weighed out 
on a delicate balance. This weight is marked loco. All the 
lesser weights used are decimal divisions of this weight, down 
to one ten-thousandth part. From the preliminary a.ssay the, 
amount of silver necessary to add is calculated. The bullion: 
and the added silver are wrapped in 5 gms. of sheet lead and 
cupelled, the regular assay being performed exactly as above. 
In practice it is not general to take as much care with the 
preliminary assay as wiih the reguiar assay. 

As the process is subject to error from a number of causes, 
but principally owing to the losses of the precious metals from 
volatalization and absorption while on the cupel, and from im- 
perfect extraction of the silver by the acid, it is necessary to 
make a test assay with each set of assays. This assay is made 
from chemically pure Rold, and is made up as nearly like the 
bullion under examination as possible. This is passed through 
the same processes as the samples of bullion under assay, and 
side by side with them. It is evident that, if the process were 
a perfect one. we would recover from the test-assay exactly the 
amount of gold taken. If, however, from any cause, it is found 
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to difTer from the weight taken, and therefore found to requi|^^| 
a correction, it is assumed tbat the s»ine correction should be 
made to the regular assays ; and this Is done. The weights of 
the cornets with this correction give the true fineness in gold. 

The gold fineness being known, and also the fineness in 
silver and gold, the silver fineness is determined by difference. 
In practice the fineness of imported, or Dorfi, bars is reported 
to the Italf-thousandth. ^J 

Tlie above is essentially the method adopted by the U. 3.^^| 
mints and assay-offices. ^^1 

The method of calculation is best illustrated by an example : 

The bullion after melting and refining weighs 7.15 ounces 
Troy. 

Using the U. S. mint weights, in which 0.500 gm, = tooo, 
we have, upon the supposition that the essay for base metal 
and the preliminary assay show the approximate fineness of 
the bullion to be — 

Base metal 205 

Silver 175 

Gold 620 

ICOO 

For the amount of silver to be added to the regular assay, 

(620 X 2)— 175 = 1065 ; 

and for the proof assay, 

Copper 205 

Gold 620 

Silver (1065 + 175) 1240 

After cupellation the weights of the combined silver a 
gold buttons are : 

Regular assay 1856 

Proof assay , 1853 
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Hence the proof lost in silver and gold, 

(1240 + 620) — 1852 = 8; 
and the corrected weight for the regular assay is 

1856 + 8= 1864. 
Upon parting, the gold cornets weighed — 
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Regular assay 
Proof assay. . . 



621 
618 



Hence the proof lost in gold, 

620 — 618 = 2; 
and the corrected weight for gold is 

62 1 + 2 = 623, 
and the corrected weight for silver is 

1864 — (623 + IC65) = 176b 
and corrected weight for base metal is 

1000 — (623 + 176) = 201. 



The certificate would be as follows : 



Weirbt 

before 

Mehing 


Weiffhi 

aftrr 

Meliin; 


Fine- 

PCM, 

Ag. 


Fine- 
nms, 
Au. 


Total 
Ozs. 
Ar. 


Total 
Ozs. 
Au. 


Value 

of 

Ag. 


Value 

of 

Au. 


Toul 
Value. 


Remarki. 


7.80 


7.15 


176.0 


623.0 


1.26 


4.454 


•107 


I9206 


•9313 


Au (^ $20 67 




CHAPTER IV. 



SPECIAL METHOD FOR THE DETERMINATION OF SILVER 
AND GOLD IN COPPER MATTES. ETC. 

In the determination of silver and gold in copper mattes, 
pig-copper and ores carrying much copper, by the usual method 
of scorification-assay, the losses of silver and gold are quite 
large, usually from 2 to 3 pt;r cent of the silver present being 
lost, owing to the fact that in order to obtain Jead buttons 
which are soft and free from copper repeated scorificationsare 
necessary, and, moreover, it is almost impossible to obtain lead 
buttons which are entirely free from copper. If the lead 
button contains copper, silver will be carried into the cupel 
when the button is cupelled. 

Mr. Cabell Whitehead * has proposed a method which 
overcomes these difficulties and also presents the advantage, in 
gold determinations, of allowing a large quantity of the sub- 
stance to be taken for assay. The method is essentially as 
follows; 

Dissolve I A. T, to 4 A, T, in a large beaker (goo cc, capac- 

■ ity) by the gradual addition of strong nitric acid ; drive off the 

■ red fumes by heating on tlie sand-bath, add 50 cc. of a satu- 
H rated solution of lead acetate, and stir. Nowaddt cc. of dilute 

■ sulphuric acid, and allow the precipitated lead sulphate to settle. 
K The lead sulphate collects and carries wilh it the finely divided 
^^ gold, and allows of the solution being readily filtered without 
^1 danger of the loss of gold. Fitter, wash with cold water to 
^M remove copper salts, dry in a scorifier, burn the filter.papcr, and 



* Journal ol Analytical and Applied Chemistry, Vol. VI, p. 263. 
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scorify with some test-lead. Finally cupel the lead button, 

weigh the silver-gold bead, and part for gold in the usual 

manner. 

Dilute the filtrate to looo cc, divide in halves of exactly 

500 cc. each, cool, and add to each a saturated solution 
of sodium bromide so long as a precipitate forms. The silver is 
precipitated as bromide along with the lead. The large pre- 
cipitate of bromide of lead collects, and envelopes the precipi- 
tated silver bromide, so that it can be filtered off at once 
without danger of loss. Filter off each precipitate, and wash 
with cold water until all the copper is removed. Dry the 
filters and precipitates, and when thoroughly dry brush each 
precipitate from the paper into a small crucible. Mix with 
about three times its weight of carbonate of soda, and some 
flour or argol for reducing agent ; cover with borax-glass and 
fuse for lead buttons, cupel the lead buttons, and weigh the 
silver beads. 

By dividing the solution into halves we have a check on the 
results, which should agree closely. Th :s method is also valu- 
able for the assay of material other than copper mattes, as base 
metals, arsenical sulphides, etc. 




In the ordinary crucible-assay of precipitated silver sol> 
phidcs from a Icacliing-works the loss of silver in the slag and 
in tlic cupel will vary from 0.2 to 1. 5 per cent. There is also an 
additional loss by volatilization duriny; fusion and cupellacion.* 
The loss in scoriRcation will vary from 08 to 1. 5 per cent, in 
addition to the usual loss by volatilization. These losses were 
determined in the case of high-grade (1 1,000 to 12,000 ounces 
silver per ton) sulphides. In the case of low-grade sulphides 
carrying conNiderable copper the losses will be greater, Scori- 
fication ass.iy gives the best results. 

In consequence of this loss it is usual to determine the 
silver in these sulphides by "corrected assay." From six to 
twenty scoiifi cat ion -charges are run on each lot of sulphides, 
using the following charge: Sulphides, 0,1 A. T., test-lead 55 
gms.. and borax-glass 5 gms. The lead buttons are extracted 
from the slag, which is retained, and cupelled separately. The 
silver buttons are weighed and their average taken as the 
result, the cupels being retained. 

The slag is pulverized, passed through a 20-mesh screen, and 
assayed by crucible-assay using the following charge: Slag; 
litharge 20 gms.: sodium carbonate, 15 gms.; argol, 2 gms.; 
salt cover. The resulting lead buttons are cupelled, the silver 
buttons are weighed and their average is taken. 

The cupels are pulverized, passed through a 30-mesh screen 

* TransaciioiiB ol ibe American Imiitute ol Mining Engineers. Vol. XVI. 
P*K«37S- 
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and assayed by crucible-assay using the following charge : 
Cupel ; litharge, 30 gms. ; borax-glass, 30 gms.; sodium carbon- 
ate, 30 gms.; argol, 2 gms.; salt cover. The resulting lead 
buttons are cupelled, the silver buttons being weighed and their 
average taken. 

The average amount of silver recovered from the slag and 
cupel in this manner is added to the average amount obtained 
by the first scorification-assay, the result being the corrected 
assay. 

The gold is determined by treating from i A. T. to 4 A. T., 
in a beaker, with nitric acid, and proceeding in the manner 
described in Part III, Chapter IV. 



i 




In milling silver ores by the Pan-Amalgamation process 
chlori nation-assays are made daily to determine the per cent 
of cliloride of silver in the pulp, Tiiese assays arc also made 
as a check on the process in a leach ing-works. 

Tlie process requires asolution of hyposulphite of soda con- 
taining two pounds of hyposulphite to the gallon of water, and 
a solution of sodium sulphide, 

Weifjiiout two samples of the chloridized pulp of from -^ 
A, T. to ^ A. T., according to the grade of the ore. Scorify 
one with about 30 gms. of test-lead for every y^ A. T. taken, 
and cupel. Place the second sample in a beaker and add some 
of the hyposulphite solution. Warm, and decant on a filler. 
Continue to wash with the hyposulphite, finally washing the 
contents of the beaker onto the filter, until all the chloride of 
silver has been dissolved and leached out of the pulp. This 
can be determined by testing the filtrate from lime to time with 
a drop of the sodium-sulphide solution. When a black precipi- 
tate or brown color;ition no longer forms, the silver chloride is 
all dissolved and the desired point is reached. Wash the pulp 
on the filter with warm water, dry, and burn the filter and ils 
contents in a scorifier in the muffle. Mixthe ashes with 30 gms. 
(for each ^\ A. T. taken) and scorify. Cupel the lesulting 
lead button. Having the assay of the pulp before and after 
leaching, the percentage of chlorination is arrived at as follows : 



Pulp-assays before leaching. 
fiulp assays after leaching . . . . 



..95.00 oz. Ag. 
.. 9.00 oz. Ag. 



CHLORINATION'ASSAY OF SILVER ORES. 255 

Hence, if ;r = per cent of silver chloride, 

95 : (95 — 9) • • 100 : x. 
X = 90.5. 

If the pulp contains sulphate of silver, the per cent of sul- 
phate present can be determined by weighing out a third sample 
and leaching it with warm water until all the silver sulphate is 
dissolved. Dry, burn, scorify, and cupel the residue. A calcu- 
lation similar to the above will give the percentage of silver 
present as sulphate. To determine the percentage present as 
chloride deduct this per cent of sulphate from the per cent 
obtained by leaching with the hyposulphite solution. 

To determine the per cent of silver which will be extracted 
by the Russel Process of Lixiviation, see Trans, of the Ameri- 
can Institute of Mining Engineers, Vol. XVI, pages 368-381. 
Also, " The Lixiviation of Silver Ores," by C. A. Stetafeldt 
(Scientific Pub. Co.). 




A CHLORI NATION-ASSAY of a gold ore is made to determine 
the probable percentage of gold which may be extracted by 
the chlorination process. 

Tiie percentage of extraction will depend not only upon 
the per cent of free gold present, but also upon the fineness to 
to which the ore is pulverized, the amount of chlorine gas gen- 
erated per ore charge, and the time of agitation. Hence in 
treating a new ore a series of tests under different conditions 
will be required. 

The general practice in a chlorination-mill is to pulverize 
the ore to about 40 mesh, and treat in a closed vessel with 
bleaching-powder and sulphuric acid. The sulphuric acid re- 
acts upon the bleacliing-powder and chlorine gas and calcium 
sulphate are produced. (See Part III, Chapter XIV.) The 
amount of bleacliing-powder used per ton of ore in the mill 
will vary from about 10 pounds to 60 pounds. The amount of 
sulphuric acid (66° Baum^) used will vary from about 1 5 pounds 
to ;o pounds per ton of ore. The same ratios should be pre- 
served in the laboratory tests. 

A convenient piece of apparatus for the laboratory test is 
a glass-stoppered bottle holding from one to three gallons. 
From one to ten pounds of the ore is weighed out and intro- 
duced into the bottle. The proper amount of warm water is 
added, the contents of the bottle agitated, and the proper 
quantity of bleaching-powder is added. The proper quantity 
of sulphuric acid is now added, the bottle is tightly stoppered, 
and its contents agitated from four to eight hours. It is gen- 
erally best to add a portion of the bleaching- powder and 
sulphuric acid at first, agitate for from three to five hours, and 
then add the balance. In order to insure perfect chlorination 
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there should always be free chlorine present at the last of the 
operation. Tliis may be determined by removing tlie stopper 
and holding a bottle of ammonia-water to the mouth of the 
bottle. If free chlorine is present tiie characteristic fumes of 
ammonium chloride will be produced. 

The pulp is now ready for filtration and washing, which is 
performed in the usual way. When the washings no longer 
give a reaction for chlorine, upon testing with silver-nitrate 
solution, the washing is finished. The pulp is now dried, 
sampled, and assayed for gold in the usual way. 

Having the assay on the ore before and after treatment, 
the following gives the percentage of extraction: Suppose the 
ore before treatment assayed 0.77 oz. Au, and after treatment 
0.04 oz. Au per ton of 2CXX} pounds. Then 

7 — 0.04 = 0.73 = gold extracted, and 0.77 : 0.73 :: 100: .r; 

.r= 94,8 = percentage of extraction. 
Sulphides must be roasted previous to treatment. The 
roasting must be carefully conducted, and the ore finally 
brought to a dead-roast, in order to insure a good percentage 
of extraction. The roasted ore should not show much over 
0.3 per cent o( sulphur. 

The following table gives the amount in grammes of bleach- 
ing-powder or sulphuric acid which correspond to the pounds 
per ton used in the mill : 

3.4 gms. to I lb. is equivalent to 15 lbs, per ton. 

4-54 " ' 

5.67 " ' 

I 6.80 " ' 

17-94 " ' 





ASSAY OF GOLD AND SILVER ORES CONTAINING 
METALLIC SCALES. 



If an ore of gold or silver contains coarse metallic particlci 
the sample will consist of pulp which lias passed through the 
sieve and of metallic scales which remain on the sieve. 

The pulp is weighed (preferably in grammes) and its assay 
value ill gold and silver determined in the regular manner, 
either by scorification or crucible-assay. The scales are also 
weighed {preferably in grammes) and tlieir assay value in gold 
mnd silver ia determined by scorification- or crucible-assay. 
If the sample of scales is not large, the whole is taken for assay. 
If too large, an aliquot portion is carefully taken from tht 
sample for assay. 

The results may be calculated in the same manner as in the 
assay of base bullion (see Part III. Chap. I), or they may be 
calculated by the following formula:* 

Let A = the weight of the pulp in grammes; 
B =■ the weight of the scales in grammes ; 
C"= the assay value of the pulp in ounces of gold or 

silver per ton of 2000 pounds; 
D = the total number of milligrammes of gold or silver 
in the scales. 

Now 7-: = the number of assay-tons in the pulp ; and 

29.166 *^ 

AC 

^ = the number of milligrammes of gold or silver in the 

pulp 
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Hence, • -> -\- D :^ the number of milligrammes of gold 

29.166 
or silver in the whole sample. 

Now if we divide the total number of milligrammes of gold 
or silver in the whole sample by the total number of a^i.say-toiis 
: whole sample, we will have the assay value of the whole 
omple in ounces per ton of 2000 pounds. The expresssion 

• equals the total number of assay-tons in the whole 

29.166 

lample. Hence, making the division, we obtain the following 

brmula for the assay value of the whole sample : 

AC-\-2^.\66D 



Example. — Suppose the pulp weighed 105.23 gms. The 
■scales weighed 8.135 gi"^. One A.T. of the pulp yielded 10,5 
Digs, of Ag and 28.3 mgs. Au. One gramme of the scales upon 
fSssay yicified 215.5 ""gs- Ag and 682.5 "ig^- Au. Now the 
total number of milligrammes of Ag in the scales equals 



■35 X: 



= 175309 = 



105.23 X 105 + 29.166 X 1753-09 _ 



105.23 + 8.135 



460,77 ozs. Ag per ton. 



In like manner we obtain for the assay value of the sample 
gold per ton 1454.68 ounces. 




CHAPTER IX. 



AMALGAMATION- ASSAY. 



The amalgamation-assay of gold and silver ores is soiiie^"" 
timts made to determine tlie probable per cent of tlie gold and 
silver in the ore which can be extracted by amalgamation. Like 
all laboratory tests, wliere only small quaiiiities can be taken, 
tlie results will simply serve as a guide to show what may 
probably be expected on a commercial scale in the mill. 

Gold Ores. — Pulverize about three pounds of the ore and 
pass through an 8o-mesh sieve. Sample carefully and assay the 
sample. Weigh out from one tn three pounds of the pulverized 
ore and wash by panning in the gold pan. The ordinary gold 
pan is a shallow sheet-iron pan 15 inches in diameter across 
the top, II inches in diameter on the bottom, and 2 inches 
high. The ore is placed in the pan with water, and panned 
by giving the pan a vibratory motion as in vanning, the 
light particles being washed over the sides. An expert panner 
usually performs the operation under water. When all the 
light particles of gangue have been washed off, leaving only 
the gold and heavy material (as black sand) in the pan, the 
contents of the pan are washed into a wide-ncckcd tidsk or 
bottle and a few ounces of mercury added. A cork or stopper 
is fitted in the neck of the flask and the contents agitated. 
It is best to use boiling water in the flask, as heat assists 
the amalgamation. The pulp and mercury in the flask are 
agitated several times when the contents of the flasks are 
poured off, except the mercury and amalgam, and washed 
several limes with water. The contents of the flask are finally 
washed out into the gold pan and the mercury and amalgam 
further freed from particles of ore by panning. The clean 
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mercury and amalgam are now strained through a clean, tight 
piece of buckskin, when the amalgam will be left beliind Jii the 
skill, tlie mercury passing thraugli. This amalgam is collected 
in a small porcelain crucible and heated, gradually at first, to 
drive off the mercury, finally heating to redness. It is now 
cooled, wrapped in a piece of siieet lead, cupelled, and the re- 
sulting button weighed. The weighed button is alloyed with 
silver, and parted as in tlie assay of gold bullion. (See Part 
III, Chapter III.) 

The calculation of results is as follows: Suppose the ore 
assayed i.o oz. gold and 2 oz. silver per ton. The button 
from amalgamation weighed i8 milligrammes. After parting, 
the button of gold weighed 12 milligrammes. Hence the button 
contained 6 milligrammes of .silver. As we saved 12 mgs. of 
gold and 6 mg^. of .silver from one pound, we would have saved 
24 grammes of gold and 12 grammes of silver if one ton of ore 

I were used. As there are 31.1035 grammes in one ounce Troy, 

I we have 

— -- — ■ = 0.7716 oz. of gold saved per ton, 
3M03S 



. = 0.3858 oz. of silver saved per ton. 

Let X = per cent of gold saved and y = per cent of silver 
laved. Then 

1.0 : 0.7716 :: 100 : -r . x ■= 77.16^, 
2.0 : a3858 : : 100 : _>- . y = ig.29^. 

Silver Ores. — From one to three pounds of the ore are 
pulverized, sampled, and assayed as before. One to three 
pounds are weighed out and placed in a small laboratory 
grinding-pan together with hot water. The pulp in the pan is 
then ground from one to three hours. As cojipcr sulphate 
and salt frequently assist the amalgamation on some ores, they 
can be added in from 0.5 to 5.0 grammes of each. A few 
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ounces of mercury (according to the amount of silver in the 
ore) are added willi tlie pulp. After the grinding is finished 
tile contents of the pan aie agitated with water and the pulp 
drawn off, the final washing being performed in the gold pan 
as before described. The amalgam is collected and treated as 
before, llie calculations being as above. 

Another method, and the one which the writer prefers, is 
to have a small pan, similar to the gold pan but only about 8 
inches in diameter, made from sheet copper. The bottom and 
sides of this pan are then covered with a coating of amalgam. 
A ffw ounces of the finely pulverized ore are introduced into 
the pan, the mass thinned with water, and the pulp llioioughly 
stirred from i to 3 hours with a wooden stick rounded on the 
end, so as to bring all particles of the pulp in contact with the 
amalgamated surface of the pan. The pulp is now poured off 
on to a filter, and all the pulp remaining in the pan washed 
on to the filter with the aid of a wash-bottle. The filter and 
its contents having been thoroughly dried, the pulp is sampled 
and assayed. The diderence between the original assay of the 
ore and the assay of the tailings will be the silver and gold 
which has been collected by the amalgamated surface of the 
pan, or the silver and gold in the ore which can be saved by 
amalgamation. Copper pans the same size and shape as the 
gold pan can also be obtained. It is only necessary to amal- 
gamate the sides of the pan for a short distance above the 
bottom. 



CHAPTER X. 
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AJJALYSIS OF COAL AND COKE, 

Mineral coal is made up of different kinds of hydrocar- 
bons, with, perhaps, in some cases, free carbon* Mineral 
coals may be classified as follows, according to H. M, 
Chance ;t 

Anthracite — Volatile matter is usually less than 7 p. c. 
Semi-anthracite " " " " " " lo " 

Semi-bituminous " " " " " " i8 " 

Bituminous — Volatile matter is usually more than 18 " 

To this classification should be added the lignites, or brown 
coals, which carry a high percentage of water, and in which the 
percentage of volatile matter is always greater tiian 18. 

For practical purposes, an approximate analysis, which 
consists in the determination of moisture, volatile combustible 
matter, fixed carbon, sulphur, and ash, is all that is required". 
In the analysis of coke all that is usually required is the mois- 
ture, ash. and sulphur. 

Approximate Analysis. — DeteTmination of the Moisture. — 
One gramme of finely pulverized coal is introduced into a 
previously weighed platinum crucible and dried in an air-bath 
at a temperature of 115" C. until the weight remains constant 
or begins to increase owing to the incipient oxidation of the 
finely divided iron pyrites. The last lowest weight is taken, 
ind the loss equals moisture. 

Determination of the Volatile Matter. — Heat the crucible 
and its contents, after having determined the moisture, over 
the flame of a Bunsen burner, gradually raising the temperature 
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and keeping the crucible closely covered to avoid loss by finely 
divided particles of carbon being carried off mechanically. 
Continue this heating until all of the light combustible matter 
is expelled. This will require 4 to 5 minutes' heating. Now 
place the crucible over tlie Bame of a blast-lamp and gradually 
raise the temperature to a bright red, and continue the heal to 
constant weight or until all of the volatile matter is expelled. 
This heating will usually take about 10 minutes, and should be 
ckrefutly conducted in order to avoid loss mechanically, and 
should not be unduly prolonged, as this would involve loss of 
fixed carbon by oxidation. A little experience will teach the 
assaycr when the operation is finislied, so that not more than 
two or three weighings need be made. Cool the crucible ajid 
its contents in a desiccator, and weigh. Tlie loss equals volatile 
matter -j- J the sulphur. 

Ditfriitinatioii of the Fixed Carbon and y^jA.— rHeat the 
crucible and its contents, after having expelled the moisture 
^nd volatile matter, over the flame of a blast-lamp or in the 
muffle-furnace at a gradually increasing temperature, until all 

J\\ the carbon is oxidized and expelled. It is best to heat for 
^If an hour and weigh. Heat for 10 minutes and weigh 
^gain, repeating this operation until the weight remains con- 
stant. After a little experience two weighings will generally 
be sufficient, the second being found to correspond to the 
first. Loss equals fixed carbon and half the sulphur, and the 
final weight, less the known weight of the crucible, equals ash. 
Whilst this analysis is at best an approximation, especially 
as regards the determination of volatile matter and fixed car- 
bon, it will be found that after a little practice it will give a 
very close approximation to the truth, and duplicate analyses 
made on the same sample will agree almost exactly. 
, The supposition that half of the sulphur is expelled with the 
volatile matter and that half is expelled with the fixed carbon 
IS based upon the supposition that all of it is in tlie form of 
iron pyrites. Of course this supposition would be almost 
universally wrong, but, however, for practical purposes it 
answers all requirements, especially in a coal low in sulphur. 
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In any case the supposition would be wrong, as, should all o( 
Ihe sulphur exist in the form of iron pyrites, it is extremely 
improbable that half would be expelled in the treatment giv 
to drive oR the volatile matter. For practical purposes it may 
generally be considered that half of the sulphur in the form of 
pyrites is driven off with the volatile matter and the other half 
with the fixed carbon. 

If it is necessary to determine the sulphur which exists in 
the coal as calcium sulphate and pyrites, it may be done as 
follows: Determine the total sulphur by heating 2 to 5 
grammes of coal with nitric acid and potassium chlorate, or 
by fusion with caustic potash (sec Part II, Ciiaplcr II). evap- 
orating to dryness, after addition of hydrochloric acid and 
previous addition of bromine in the case of fusion, boiling with 
water and hydrochloric acid, filtering, washing, and tl'ie" addi- 
tion of barium chloride to the filtrate. 

The sulphur existing as calcium sulphate may be deter- 
hiined by boiling 5 grammes of pulverized coal with a solution 
Containing about 5 grammes of c, p. sodium carbonate (free 
from S). thus decomposing the calcium sulphate into sodium 
sulphate i.nd calcium carbonate. Filter the solution, wash 
thoroughly with warm water, acidify the filtrate with hydro- 
chloric acid, and dclcrminc sulphur as usual. The diffeience 
between the total amount of sulphur and the sulplmr found 
after boiling with sodium carbonate (S as CaSO,) represents 
the amount as pyrites. The same process is applicable to the 
determination of iron sulphide and gypsum in coke. 

Any phosphorus which the coal may contain will be in the 
ih. It required, determine it according to Part II, Chapter 
IIII. If determined, deduct it from the ash in the report. 

The manner of tabulating and calculating results is best 
llustrated by an example as follows: 

Moisture 1.5 

Volatile matter -|- } sulphur 27.5 

Fixed carbon 4- i sulphur. 61.3 

Ash, including phosphorus 97 

[Sulphur 1.0 
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When the sulphur is determined, if we deduct half from tllC' 
volatile matter and half from the fixed carbon, the report would 
be as follows: 




Volatile matter, . .' , 27,00 

Fixed carbon 60.80 

Ash, including pjiosphorus. 970 

Sulphur 1.00 



100,00 



I 



Determination of the Specific Gravity, — The specific gravity 
of a coal is often required. Take a small piece of coal and 
weigh it on the balance, tiien In water by suspending it from 
the arm of the balauce by a hair or thin wire. The piece 
taken should not be too small, and care should be taken that 
no air-bubbles adhere to it during the weighing. The coal 
also should be thoroughly soaked, which can be attained by 
immersing the lump, after attaching the hair or wire to it, in 
the flask of the filter-pump, and exhausting the air in the 
apparatus. The temperature of tlie air and water should be 
the same, about 60° F. 

Let W = the weight of the coal in air; 
W = the weight of the coal in water. 



The specific gravity = ^^ _ ^, . 



Determination of the Hiating Power. — ^This determination 
is sometimes required, but at the most is simply an approxi- 
mation. Knowing the elementary constitution of the fuel, the 
heating power may be tested by determining the amount of 
oxygen required to burn it. Mix I gramme of powdered coal 
and 50 grammes of litharge, or white lead when pure, together 
in a clay assay-crucible, and cover with about 20 grammes of 
litharge. Heat in a crucible furnace, with a gradually increas- 
ing heat until the fusion is complete, which will require from 
10 to 15 minutes. Remove the crucible from the fire, pour, 
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and when cold hammer and weigh the lead button. Pure car- 
bon should reduce 34 times its own weight of lead; hydrogen, 
102,7 times its own weight. 

One part of pure carbon can raise the temperature of 8080 
parts of water 1° ; consequently, if tiie fuel is assumed as car- 
bon, its value in heat-units may be estimated by multiplying 
»j|ii by the weight of llic lead button obtained in the assay. 
As hydrogen is always present in the coal this method neces- 
sarily gives low results. 

If an elementary analysis of the coal has been made to de- 
termine its percentage of carbon and hydrogen, the heating 
power can be accurately determined. 

Elementary Analysis.— An estimation of the total carbon 
and hydrogen wliich the fuel contains may be made as follows: 
The fuel is burned in a stream of oxygen, the resulting CO, 
and H,0 being caught in suitable apparatus and weighed in 
those combinations. The same apparatus as is used for the 
determination of carbonic acid and water in white-lead (see 
Part I!, Chap. V. and Part III, Chap. XV). may be used with 
slight modifications. Take a piece of combustion-tubing about 
28 inches long, and about one half an inch internal diameter, 
fit to each end corks through which are passed tubes of about 
one-tenth inch internal diameter and 4 inches in length. 
About 2 inches from the front end of the tube (the end to 
be attached to the apparatus for absorbing CO, and H,0) 
place a plug of asbestos which has been previously ignited to 
remove all moisture and carbonaceous material. Back of 
this plug place enough fresh ly-igni ted CuO to fill the tube a 
little more tli^n half, and push down upon this another plug 
of ignited asbestos. Have at the rear end of the combustion- 
tiibc two bottles, with corks and tubes, for drying the oxy- 
gen and removing from it any traces of CO, it may contain, by 
bubbling it through the bottles containing, respectively, con- 
centrated H,SO, and strong KOH, having the H,SO. bottle 
next to the tube. For the front end have a tube filled with 
neutral calcium chloride in fragmenti;, through which a current 
of dry CO, has passed for some time, followed by a current of 
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dry air. To this attach a U-tube filled with fresh soda-lime 
for the absorption of the carbonic acid. The coal, from which 
the moisture has been driven off by previous drying, is 
weighed out into a platiiium boat. Weigh the calcium 
chloride and the soda-Ume tubes. Connect the combusiion- 
tube at the rear end with the sulphuric-acid and potassium- 
hydrate bottles, and at the front end with the aspirator, heat 
it to redness, and then draw a current of air through it until 
cool. Now introduce the platinum boat into the rear end of 
the tube, replace the cork and connect the calcium-chloride 
and soda-lime tubes at the (ront end, connecting the last with 
the aspirator. Draw a slow current of air through the tube, 
and heat the front end of the CuO. carrying the heat gradually 
forward. Arrange it so that the CuO sliall be highly heated 
before the coal begins to burn. Just before the heat reaches 
the boat attach the tube from the oxygen cylinder, and force 
a slow current of gas through the tube. Heat the coal 
moderately so that it will burn slowly and not give off the 
gases too rapidly. When tlie coal is completely consumed, 
disconnect the oxygen cylinder, remove the heat, and draw a 
current of dry air free from carbonic acid through the appa- 
ratus until cool. Detach the tube:; and weigh. The increase 
in the weight of the calcium-chloride tube represents water to 
be calculated to H, and the increase in weight of the soda-lime 
tube represents carbon dioxide to be calculated to C. 



CHAPTER XI. 
ANALYSIS OF GASES. 

In a gas or metallurgical works where a number of analyses 
of mixtures of gases are required daily it is only possible to do 
the work with simple apparatus. 

The following appajatus for the rapid analysis of gases and 
the method of using it were first described by A. H. Elliott in 
the School of Miius Quarterly (Vol. Ill, No. i, page 15): 
Whilst this method does not compare with the elaborate 
methods of Biinsen and others, where very delicate readings 
and nice precautions are taken, it gives very good results for 
technical work and answers every purpose in the everyday 
practice of a gas or metallurgical works. 

The great advantages of this method are the rapidity with 
which an analysis can be made (about forty-five minutes) and 
tlie simplicity and inexpensiveness of the necessary apparatus. 

The apparatus is shown in the drawing. The tube A is of 
about 125 cc. capacity, whilst B, although of the same length, 
holds only lOO cc. from the mark D, or zero, to the mark on 
the capillary lube at C, and is carefully graduated into ^ cc. 
The attachments to these tubes below are seen from liie draw- 
ing, except that the stop-cock / is three-way, with a delivery 
tiirough its stem. The bottles K and L hold about one pint 
each. The tubes A and B are connected with each other and 
with the funnel Mhy capillary tubing about one millimetre in 
internal diameter. There is a stop-cock at G and another at 
F, whilst the funnel M, holding about 5o cc, is ground to fit 
over the end of F above. At £ a piece of rubber tubing 
nites the ends of the capillary tubes, which are ground off 
square to make them fit as closely as possible. 

J69 
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In beginning the analysis of a mixture of gases, the stem 
exit of tlie cock / is closed by turning it so that L and A art- 
connected through the rubber tubing ; the stop-cocks ^ and G 
are opened and water is allowed to fill the apparatus from the 
bottles AT and L, which Jiave been previously supplied. When 
the water rises in the funnel M, and all air-bubbles have been 




forced out of the tubes, the stop-cocks F and G are closed, the 
funnel M is removed, and the tube delivering the gas to be 
tested is attached in its place. By now lowering the bottle L 
slowly, and simultaneously opening the stop-cock F, the tube 
A is nearly filled with gas, and the stop-cock F'k closed. The 
tube delivering the gas is now removed, the funnel Af replaced. 
the bottle L raised, the bottle K lowered, and by opening the 
stop-cock G the gas is transferred to the graduated tube li. 
By placing the bottle L on a stand at about the level of the 
water in A. the level in 5 and in the bottle A" can be adjusted 
to the zero point, and the stop-cock G is closed, Tlie excess 
of "jdled by opening the slop-cock F and raising 
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aining in the capillary tube between 
isregarded, or in very careful work 
allowance made in not filling the 
irk, but usually it is too small to be 



s bottle L. The gas n 

Cand the vertical part i 
it may be measured and 

tube B quite to the zero 
worth notice. 

Having measured the gas to be tested, it is now transferred 
J by means of the bottles K and L into the tube A, and the fluid 
chemicals added by placing them in the funnel il/and allowing 
them to flow down the sides of the tube slowly, being careful 
nrfer to allow the fluids to run below tlic level of the top of 
the vertical tube in the funnel. It is best to have a mark on 
the outside of the funnel about three quarters of an inch above 
the top of the level of the vertical tube, and never to draw the 
fluid down below this point. 

Having treated the gas with the chemical, it is transferred 
by means of the bottles to the tube S, to be measured. 
Should [he chemical get into the horizontal capillary tube, the 
passage of a little water from the bottle K will remove it, be- 
fore transferring the gas. When tlie gas residue is in B, and the 
fluid in A has been adjusted at the mark C on the horizontal 
tube, the stop-cock G is closed, the bottle K is lowered till the 
level of the water in it and that in the tube B are the same, 
and the reading is made. Th.; tube A is now filled wilh the 
chemical just used and water. By turning the stem of the 
three-way cock /, so that it communicates with A, and also 
opening the stop-cock F, the contents of tlte lube can be run 
out, and water run through the funnel M to clean the tube for 
a new absorption. When the tube is clean, by turning the 
stop-cock /. so that A and L communicate, the water is forced 
into A, and the apparatus is ready to receive the gas for new 

reatment. 

By this means the gas is removed from the action of the 

rater used to wash out the chemicals, and the chemicals are 

»mplete!y removed from any interference with each other 

'hen treating a mixture of gases. 

In using this apparatus the solutions are added in the fol- 
lowing order : 
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. Potassic hydra 
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absorb carbon dioxide (ah 
gen sulphide and sulphurous oxide if present. If t!i 
are present iu large quantities special methods are necessary 
for their estimation). 

2. Potassium pyrogallate, to absorb oxygen. 

3. Bromine, to absorb iHuniinants, like defiant gas and 
acetylene, and after the absorption is complete, aitd the 
bromine vapors cause an expansion, a little potassium hydrate 
is added, to absorb these vapors before the gas is transferred 
and measured. 

4. Cuprous chloride in concentrated hydrochloric-acid solu- 
tion, to absorb carbonic oxide. After this absorption is com- 
plete, the gas is transferred to the measuring tube, the con- 
tents of the tube A run out, the tube washed and filled with 
water from the bottle L. The gas is now transferred to A, 
and treated with potassium-hydrate solution, to absorb hydro- 
chloric-acid vapors, before tlie final reading is made in B. 

The treatment up to this point takes from twenty to thirty 
minutes, according to the amount of practice the operator has 
had with the apparatus. The gas residue still contains marsli- 
gas, hydrogen, and nitrogen. By removing the funnel M and 
attaching in its place a rubber tube communicating with an 
explosion eudiometer in a deep cylinder of water (both rubber 
tube and eudiometer being drawn full of water), a portion of 
the gas residue can be mixed with oxygen, exploded, and the 
contfiiction and the carbonic acid determined ; the marsh-gas 
and hydrogen being calculated by the usual formula. The 
nitrogen is found by the difference of the addition of the other 
constituents and one hundred. The explosion-tube is a similar 
tube to A, without the lower attachment and the lateral capil- 
lary tube above ; the funnel M being retained, and two plati- 
num wires being fused into the glass near the top, to give the 
spark for ignition. It is only necessary to clamp this tube 
down upon a piece of cork in a vessel of water during explo- 
sion, and adjust the water-level in a tall cylinder of water when 
making the readings of contraction and absorption of carbon 
dioxide. 
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The water used in the apparatus should be of the same 
temperature as the room in which the analysis is made, and 
by careful handling little or none of the chemicals used will get 
into the bottle L. 

When working in a warm place the tube B should be sup 
rounded with a water-jacket, to prevent change of volume in 
the gas while under treatment 
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ANALYSIS OF WATER. 

The following easy method of analysis will serve for the 
determination of the value of a water for domestic or manu- 
facturing purposes : 

Determination of Total Solids. — Evaporate 500 cc. ol 
the water to dryness in a weighed platinum dish. The evapo- 
ration is made either on the water-bath, or the dish may be 
placed upon a piece of asbestos board and evaporated over the 
flame o( a Bunsen burner, care being exercised to not allow 
the contents o( the dish to boil, as this is liable to result in 
loss. Now heat the dish and its contents in an air-bath at a 
temperature of 110° C. to constant weight. This weight will 
represent the miiieral constituents of the water and the organic 
and volatile matter. This weight in milligrammes multiplied 
by 0.2 will give Llie parts in 100,000, and byatl66 the grains 
per U. S. gallon of 231 cubic inches. 

Organic and Volatile Matter. — After evaporating and 
weighing as above, heat the dish and its contents at a low-red 
beat until all organic matter is consumed and the contents are 
white or nearly so. Now add about 50 cc. of water saturated 
with carbon dioxide and evaporate on a waler-bath, repeal tlie 
treatment with carbon dioxide, and evaporate again. Dry in 
an air-bath at 1 10° C- as before, cool, and weigh. The loss in 
weight approximately expresses the amount of volatile and 
organic matter in the quantity of water taken. 

Analysis of Residue. — The residue obtained as above is 
now moistened with a few drops of hydrochloric acid, about 
50 cc. of hot water is added, and the contents of the dish again 
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evaporated to dryness, and finally heated in an air-bath at 
no" C. until there is no longer any odor of chlorine. It is 
now dissolved in hot water, a few drops of hydrocliloric add 
added, transferred to a small beaker, and boiled for a few min- 
utes. It is now filtered through a small filter, washed with liot 
water, and the insoluble residue dried, ignited, anil weighed. 
This weight expresses the amount of siliea In the quanlity of 
water taken, the results being- calculated as above. 

The filtrate from the silica is now boiled [or a few minutes, 
with the addition of a few drops of nitric acid, to insure the 
oxidation of any ferrous salt wliich may be present, and made 
decidedly alkaline with ammonia. It is now boiled lo expel 
the excess of ammonia, and the precipitated hydrates of iron 
ind alumina are filtered off through a :mall filter and washed 
until the washings show no reaction for chlorine whcii tested 
with a solution of silver nitrate and nitric acid. The precipi- 
tate is is;nited in a platinum crucible and weighed as Fe,0, 
and AI,0,. 

The filtrate from the iron and alumina is now rendered 
.decidedly alkaline with an excess of ammonia, and an excess 
of a solution of ammonium oxalate added. The solution IS 
boiled for a few minutes and then allowed to cool ; when cold 
it is filtered ihrough a small filter, and the precipitated calcium 
oxalate is w.ished thoroughly with hot water. In case the 
water contains much magnesia it will be necessary to dissolve 
this precipitate in a little hydrochloric acid and water, and 
Tcprecipitate with ammonia and ammonium oxalate. (See 
Part II. Chap. XXIIl and Chap. XXIV.) The calcium oxa- 
late is then ignited over a Bunsen burner, and finally over a 
blast-lamp to constant weight, and weighed as CaO. The 
results are calculated by the use of liie same factors as above. 
The filtrate from the lime is evaporated to about 75 cc, 
cooled. and 5 cc. of hydrodisodic-phosphate solution added. It 
stirred with a glass rod for a few minutes, avoiding allowing 
Jie rod to touch the sides of the beaker, and allowed to stand 
vcral hours in a cold place. It is filtered onto a small filter 
,a>d washed, until free from chlorine, with a solution of ammo- 
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nium nitrate (i gm. salt in lo cc. of water}. It is dried, 
igiiilcd. and weighed as My,f,0,. The weight of the prt.-dpi- 
tatc in iniiligraiTiines multiphed by 0.07206 will give tlie pjrts 
by weight of MgO in ioj,ooo pans of water, and iiiuUiplied 
by 0.042 will give liie numbtr of grains of MgO in one U. S. 
gallon. 

In llie case of a very pure water, it will be necessary to 
take a greater quantity of tlie water than JOO CC, but in most 
cases a liiill litre will be sufficient. 

Determination of Alkalies.^From i to S litres of water 
are evaporated in a platinum dish to about 100 cc. The solu- 
tion is acidified slightly witii liydrociiloric acid ; a saturated 
solution of barium hydrate is added until the solution is 
strongly alkaline; the soliUion is boiled, the precipilatt; filtered 
off and thoroughly washed with hot water until the washings 
are free from chlorine. To the filtrate ammonium carbonate 
is added as long as a precipitate is produced, the solution is 
boiled, and the precipitated barium carbonate filtered off and 
washed with hot water until the wasliings no longer give a 
reaction for chlorine. The filtrate is evaporated to dryness, 
and heated at a low-red heat, to burn out the ammonium 
chloride. Take the dry mass up with hot water and repeat 
the treatment wttli barium hydrate and ammonium carbonate, 
to insure the complete removal of the magnesia which may 
have been held in solution by the alkaline chloriffes. Finally. 
evaporate the filtrate to dryness in a weighed platinum dish. 
expel all ammonium chloride present by heating to a low-red 
heat, cool, and weigh the mixed chlorides of pota<isium and 
sodium. The potassium and sodium may be separated and 
determined as described in Part I!. Chapter XXVI. 

The weight of potassium platinic chloride obtained (in 
grammes), multiplied by 0.30557. will give the weight of the 
potassium chloride, which weight subtracted from the weight 
of the mixed chlorides previously obtained will give ihe weight 
of the sodium chloride. The weight (in milligrammes! of the 
chloride obtained from the treatment of 500 cc. of 
I by 0.078S and 0.1061, will give the parts of 
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Na and Na,0, respectively, in ioo,ooo parts of water. For the 
sami; conversion of potassium chloride the factors arc 0.1049 
and 0.1263. To convert parts in 100^000 into grains per U. S. 
gallon, n;iultiply by 0.5S3. 

DetenninatioQ of Sulphuric Acid. — Acidify 500 cc. of 
water with about 5 cc. of hydrochloric acid, and evaporate to 
about 150 cc. Filter, if necessary; boil the solution, and 
whilst boiling add an excess of a hot solution of barium chlo- 
ride. Boil (or a few minutes and allow to cool. Filter, wash 
wilii hot water, dry, ignite, and weigh the BaSO,. The weight 
of this precipitate in milligrammes multiplied by 0.0687 gives 
the number of parts of SO, in 100,000 parts of water, and 
multiplied by 0.04 the number of grains of S0» in one U. S. 
gallon. 

Determinatioa of Chlorine. — The determination of chlo- 
rine is best made volumetrically as follows: Prepare a standard 
solution of silver nitrate by dissolving 4.;88 gms. of c. p. crys- 
tallized nitrate of silver in distilled wati-T and diluting to lOOO 
Each cubic centimetre of this solution should precipitate 
I exactly I mg. of chlorine. This solution may be standard- 
ized by means of a dilute solution of pure fused sodium chlo- 
A solution of potassium chromate, made by dissolving 
I 5 gnis. of the pure salt in about 100 cc. of water, is used as an 
I' indicator. 

To determine the chlorine, transfer 100 cc. of the water to 

\ht: examined to a porcelain evaporating dish, add 2 cc. of the 

Indicator solution, and then run in from the burette the stand- 

tard solution of silver nitrate until the red precipitate of chro- 

fjnate of silver, which is at first decomposed by the excess of 

(chlorine, is just permanent. The burette reading will give 

■'directly the number of parts of chlorine to I00>000 parts of 

Water. To convert this into parts in one U. S. gallon multiply 

i 0.583- 

For domestic purposes the amount of organic matter, free 

[ and albuminoid ammonia which the water contains is very^ 

[important. 

Permanganate Test. — This test is made to determine the 
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amount of oxidizable organic matter in water, and is claim 
by some cliemists to be quite as valuable as tlie detennitiation 
of the albuminoid ammonia. The lest requires a solution of 
oxalic acid and a solution of potassium permanganate, which 
are prepared as follows: Dissolve 07875 gm. of pure crystal- 
lized oxalic acid in lOOO CC. of water. One cc. of this solution 
will be equivalent to one tenth of a milligramme of oxygen, as 
0.7875 mgm. of oxalic acid requires O. i mgm. of oxygen for con- 
version to carbonic acid. Dissolve o 500 gm. of pure potassium 
permangan.ite in 1000 cc. of water, and dilute until I cc. of the 
solution exactly oxidizes i cc. of the oxalic-acid solution. Then 
I cc. of the potassium-permanganate solution carries one tenth 
of a milligramme of available oxygen. 

To 200 cc, of the water add 3 cc. of dilute sulphuric acid, 
and then from a burette the permanganate solution until the 
color produced by it ceases to disappear after allowing to stand 
three hours. From the number of cc. of permanganate solu- 
tion used calculate the quantity of oxygen required to oxidize 
organic matter. It is assumed that the oxygen required mul- 
tiplied by 8 is equivalent to organic matter. 

Free and Albuminoid Ammonia. — The determination of 
these requires the following solutions: 

JVess/er's Solitlion. — ^Dissolve 50 gms. of potassium iodide in 
a small quantity of hot water, place the solution on a boiling- 
water bath ; cool, add. with frequent agitation, a strong solution 
of mercuric chloride (40 gms. of the salt and 300 cc. of water), 
until the red precipitate just redissolves; filler; add to the 
filtrate a strong solution of potassium liydrate containing 200 
gms. of the salt; filter; dilute to looo cc, add 5 cc. of a satu- 
rated solution of mercuric chloride, allow the precipitate formed 
to settle, decant the clear liquid, and keep for use in a tightly 
stoppered bottle. 

Sodium-carbonate Solution. — Add loo gms. of sodium car- 
bonate to 200 cc. of distilled water free from ammonia, and 
keep in a wcll-corked bottle. 

Polttssium-permanganate Solution. — Dissolve 200 gms. of 
potassium hydrate and 8 gms. of potassium permanganate in 
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1000 cc. of distilled water free from ammonia, boil hard for 
half an hour in a two-litre flask to expel ammonia, and keep in 
\ well-corked bottle. 

Ammonium Solution. — Dissolve O.3883 gm. of ammonium 
lulphate or 0,315 g'n. of ammonium cliloride in 1000 cc. of 
;pure distilled water free from amrnoiiia. One cc. of either 
Coliition will contain one tenth of a milligramme of ammonia 
(NH,). For use dilute to ten volumes, so that each cc. will 
contain one hundredth of a milligramme of ammonia. 

Distilled Water free from Ammonia. — To ordinary distilled 
water add a little sodium carbonate, and boil, in a large fla.sk, 
until about one fourth is evaporated, then distil the remainder 
from a retort holding about isoocc. until the distillate gives 
no reaction for ammonia with Nessler's solution, testing 50 cc. 
'Ol the distillate at a time. When no more ammonia can be 
;detected, distil off into a large flask 750 cc, and test again to 
fce sure the 750 cc. are free from ammonia. Proceed in this 
irnanner until sufficient is prepared, and keep the water in 
/tightly stoppered bottles. 

Fne AmmoJiia.—TQ determine the free ammonia in a water 
connect a glass retort of at least 1000 cc. capacity with a 
condenser, and cleanse the apparatus by distilling some clean 
water. Introduce 200 cc. of clean water and 15 cc. of the 
sodium-carbonate solution, and distil until the distillate is free 
from ammonia. Now introduce 500 cc. of the water to be 
tested, and distil, collecting the di.stillate in test cylinders. In 
other cylinders of the same calibre add amounts of the stand- 
ard ammonia solution containing, respectively, 0,01. 0.03, etc., 
mgm. NH,, and dilute each up to 50 cc. with the especially 
prepared distilled water. When 50 cc. have distilled over, 
^^dd 1.5 cc. of the Nessler solution to each cylinder. Care 
^Miould be exercised to always use the same Nessler solution, 
foie same amounts, and to allow it to act as nearly as possible 
for the same length of time. After allowing the cylinders to 
stand a few minutes compare the tint o( the distillate with those 
of the compaiison cylinders, and thus estimate the amount of 
nmonia present. Test each succeeding 50 cc. in the samo 
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VAy, and proceed until the last 50 cc. tested contains less tlian 
OiOl gm. of NH,. Tlie wlioie amount of ammonia tlius deter, 
mined is the total free ammonia. Should the water contain 
much ammonia it is safer to thoroughly mix each 50 cc. of tiie 
distillate and take out 10 cc, dilute it to 50 cc, and test as 
above. The remaining four fifths of the distillate may be used 
to confirm the results thus obtained. 

AUfuminoid Ammoma. — After having determiiTcd the free 
ammonia as above, add 30 cc. of the permanganate solution to 
tile contents of the retort and distil until the distillate no longer 
shows the presence of ammonia. Now add 500 cc. of the water 
to be tested, and distil, testing each 50 cc. of the distillate, as 
before, until it contains less than 0.01 mg. of NH,. This gives 
the total ammonia. The difference between the total and the 
free gives the albuminoid ammonia. 

Nitrates. — A determination of nitrates will occasionally be 
required. Evaporate 1000 cc. of the water to dryness on tile 
water-bath, having first added a small piece of caustic lime. 
Heat the dry mass with 2 or 3 cc. of distilled water, and rinse 
into a 2CO-CC. flask connected with a small Liebig condenser, 
which is also connected with another small flask by means of a 
piece of glass tubing. The latter flask is provided with a doubly 
perforateil cork, through one hole of whicli passes the glass tube 
and through the other a bent-glass tube connected with a small 
U-tube containing a little broken glass and a few cc. of hydro- 
chloric acid, A little thin sheet zinc {about 10 gms.) is phited 
with copper by immersing it in a bath of copper sulphate, 
washed off with cold water, and introduced into the flask with 
the residue. The solution in the flask is gradually heated to 
boiling and distilled for about one hour. The distillate and 
washings of the receiver are then evaporated witii platinum 
tetrachloride, and from the spongy platinum found the nitric 
acid is calculated. The weight of nitrogen corresponding to 
the weight of the platinum obtained is found by multiplying 
the weight of platinum by o. 14213. In obtaining the platinum 
precipitate the same precautions are to be observed as de- 
scribed in Part II, Chapter XXVI. 
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Grouping of the Constituents.— It is impossible to give 
any exact rule (or the proper grouping of the constituents, as 
dctennined by the analysis. The following will answer for 
ordinary water: Combine the sodium with chlorine as sodium 
chloride. Should there be more sodium than the chlorine will 
satisfy, combine the excess with sulphuric acid as sodium sul- 
phate. Should there not be sufficient sulphuric acid to satisfy 
all the sodium, combine the excess with carbonic acid as 
sodium carbonate. Combine the potassium with sulphuric acid 
as potassium sulphate. Should there be more sulphuric acid 
than the potassium and the excess of sodium (over NaCl) will 
satisfy, combine the excess first with calcium as calcium suU 
phat«, and any further excess with magnesium as magnesium 
sulphate. Should the water contain a large amount of chlorine 
(in excess of the amount sufficient to satisfy the sodium), and 
not sufficient sulphuric acid to satisfy the potassium, combine 
the excess of potassium with chlorine, and should there be any 
chlorine still left, combine It first with magnesium, and if there 
is still an excess, combine it with calcium. Calculate all cal< 
m and magnesium not combined with chlorine and sulphuric 
Lacid to carbonates. 
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CHAPTER XIII. 
ACIDIMETRY AND ALKALIMETRY. 

AciniMETRY and alkalimetry is the determination of the 
amount of ucJd or alkali which a solution contains. It is ao' 
complishcd by means of standard alkali and standard acid s<^ 
lutions and suitable indicators. 

Standard Acid Solutions. — The usual solutions employed 
are solutions of sulphuric, liydrochloric, and nitric acids in 
water. In addition to these, other acid solutions, as oxalic 
and acetic, are occasionally employed. The choice of the acid 
will depend largely upon the character of the substance to 
be analyzed, certain acids being particularly adapted to cer- 
tain determinations. 

Half-normal Sulphuric Acid. — This solution is prepared so 
that it will contain exactly 0,04 gm. of SO, or 0.049 Sf"- °^ 
H,SO, in each cc. To prepare the solution add 33.3 cc. of c. p. 
concentrated sulphuric acid to looo cc. of water, mix thor- 
oughly, and allow to cool to the normal temperature of the 
laboratory. Partially 611 a burette with the solution, and draw 
off into beakers two separate portions of exactly 15 cc. each. 
To each portion add about 50 cc. of water and 30 cc. of a 
saturated solution of barium chloride, having both the acid 
solution and the barium-ciiloridc solution at the boiling-point 
when the addition is made. Filter off the precipitates of barium 
sulphate, and determine the sulphuric acid as usual. If the 
precipitates do not differ in weight more than 0.OI gm.. take 
the average and calculate the sulphuric acid in 1 cc. of the 
solution. Suppose the calculiition shows that tec of the fiolu. 
tion contains 0.043 gm. of SO, in pk-icc of 0.04 gm., then 



I 



► 



AClDtMETRY AND ALKALIMETRY. 283 

strong and requires dilution. As I cc, contains 0.042 gm.. 
3 cc. will contain 42 gms. in place of 40 gms., which it should 
bontain; consequently, 

40 gms. : 1000 cc, :: 42 gms. ; 1050 cc. 

Hence JO cc. of water must be added to each 1000 cc. of the 
cid solution to make it half normal. To do this fill a dry 
looacc. flask to the iioldiiig mark with the solution, pour the 
solution from the flask into a clean dry bottle, run into ilie 
fl.isk 50 cc. of water, shake well, and pour off into the bottle. 
Shake the buttle well and pour back into the flask ; finally puur 
back into the bottle, where it is Icept for use. The sulphuric 
acid should be determined in the solution again, and the solu- 
;lion corrected as before. 

Normal Nitric Add. — To prepare this solution add 100 cc. 
of c. p. nitric acid of 1.32 sp. gr. to 765 cc. of water and 
thoroughly mix. Tlie best' metliod of determining the 
strength of this solution is by means of a normal solution of 
potassium or sodium hydrate which has previously been 
accurately standardized. One cc. of the acid solution should 
exactly neutralize 1 cc. of the standard alkali solution. Have 
two burettes in a stand, and till one with ilie acid solution to be 
tested and the other with the standard alkali solution. Draw 
off 10 cc. of the acid solution, dilute with 100 cc. of water, 
add a few drops of a suitable indicator, as litmus solution, and 
run in the standard alkali solution until the color j'u.st changes 
from red to blue. Take the reading of the burette and run in 
another 10 cc. of the acid solution, and titrate again with the 
standard alkali solution. The two readings of the burette 
should agree closely. Suppose this trial shows that \o cc. of 
the acid solution neutralizes 12 cc. of the standard alkali solu- 
tion, then the acid solution is too strong and requires dilution. 
In this case every 100 cc. of the acid solution should be diluted 
20 cc. Mfrasure off 800 cc. of the acid solution and add 
cC. of water, thoroughly mix as in the case of the sul- 
■acid solution, and restandardize, continuing the opera- 
nt until the acid solution exactly neutralizes the standard 
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alkali solution, cc. for cc. The nitric-acid solution s 
tain 0.063 gm. of nitric acid in cacli cc. 

Normal Hydrochloric Acid, — Tlie normal hydrochloric acid 
solution should contain O.0365 gm. of hydrochloric acid in 
each cc. To prepare this solution mix 1000 cc. of water with 
2CX) cc. of c. p. hydrochloric acid of 1. 12sp.gr. Theamountof 
hydrochloric acid in each cc. of the thoroughly mixed solution 
may be determined in several ways. If some standard alkali 
solution is on hand, its standard may be readily determined by 
the same methi<d as described above (or nitric acid. If it is 
desired to determine the hydrochloric acid in each cc. directly, 
tlie following method is as good as any ; Draw ofl two por- 
tions of the acid solution of exactly 10 cc. each into a flask 
with sloping sides. Dilute with warm water, and precipitate the 
chlorine completely with a strong solution of nitrate of silver. 
Shake the flask, fill it completely with warm water, and invert 
it over a porcelain crucible of suitable size. Allow the precip- 
itate to setlle completely into the crucible, remove the flask, 
and pour oft the water from the crucible. Remove the last 
particles of water from the crucible with a piece of blotting- 
paper, being careful not to remove any of the precipitate. 
Evaporate off the last traces of water, and dry the crucible and 
its contents in a drying-chamber. When thoroughly dry, heat 
over a low Ramc until the silver chloride begins to fusearound 
the edges ; cool, and weiyh. Deduct from this weight the 
known weight of the crucible. The remainder will be the 
weight of the silver chloride. To obtain the weight of the 
chlorine multiply this weight by \W. From this weight calcu- 
late the number of cc. of water or hydrochloric acid to add to 
a given quantity of the acid solution in order to make it nor- 
mal. M.ike the necessary addition, and restandardize as before. 

Htilf-normal OxalU Acid. — To prepare this solution dis- 
solve 63 gms. of c. p. crystallized oxalic acid in looo cc, o( 
water, and standardize by titrating a portion with standard 
alkali solution ; or the oxalic acid may be determined by means 
of a standard solution of potassium penaaiigaDat& (See Put 
II. Chap. XVI. Iron.) 
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accurately standardized, they are extremely useful in making 
up different standard acid and alkali solutions. Once having 
obtained a perfectly normal acid solution, the other solutions 
are readily obtained by standardizing with the normal or half- 
normal acid solution. 

Standard Alkali Solutions. — The solutions generally em> 
ployed are normal potassium-hydrate, normal sodium-hydrate, 
and occasionally half-normal sodium-caibonate solutions. 

Normal Potassium Hydrati. — This solution should contain 
exactly 0.0561 gm. of potassium hydrate, or 0,0471 g'"- of 
potassium oxide tK,0), in each cc. To prepare the solution 
dissolve 40 gms. of pure potassium hydrate in 600 cc. of water, 
and when dissolved mix thoroughly and fill a burette with 
the solution. Run tiuo a beaker exactly 10 cc. of the stand- 
ard sulphuric acid (or other standard acid) solution, dilute 
with water to about 200 cc, add a fcw drops of the indicator, 
and run in the potassium hydrate solution, drop by drop 
towards the last, until the color changes. Note the reading of 
the burette, and add another 10 cc. of the acid solution and 
titrate again. Repeat this titration several times, and take 
the average of the different determinations, provided they 
do not differ too much. The color imparted to any number 
o( cc. of the acid solution by the indicator should change upon 
the addition of the same number of cc. of the alkali solution. 
If it does not, the potassium-hydrate solution should be diluted 
or strengthened until the two agree. Suppose it only re- 
quired 9 cc, of the potassium-hydrate solution to neutralize 
10 cc. of the half-normal sulphuric acid solution. Then every 
9 cc. of the alkali solution requires i cc. of water, or 500 cc. 
of the alkali solution require 55.5 cc. of water. 

Normal Sodium Hydrate. — Every cz. of this solution should 
contain exactly 0,04 gm, of sodium hydrate or 0.031 gm. of 
sodium oxide (Na,0)- To prepare this solution dissolve 28 
gms. of pure sodium hydrate in 600 cc. of water, mix, and 
titrate as in the case of the potassium-hydrate solution. 

Indicators. — This is the name given to the coloring mat- 
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ters used to show when the fluid is acid or alkaline. A great 
number have been proposed, of which the following are most 
commonly used ; 

Litmus. — A solution of litmus is prepared by boiling the 
coarsely powdered litmus with alcohol of about 80 per cent 
twoor three times, and discarding the liquid so obtained. The 
litmus is now digested repeatedly with cold waler until all tlie 
soluble coloring matter is extracted. Allow the mixed wash- 
ings to settle, decant the clear liquid, and add a few drops of 
concentrated sulphuric acid until tlie solution is quite red. 
Heat to boiling to decompose the alkaline carbonates and con- 
veit them into sulphates, and then gradually add baryta-water 
until the blue color is restored. Allow the precipitated barium 
sulphate to settle completely, and decant tlic solution into an 
open bottle. The solution must be kept in an open bottle, and 
in a place free from aciil or alkaline fumes. It cannot be used 
in the presence of carbonic acid. 

Cochineal. — Take about 3 gms. of powdered cochineal and 
macerate, frequently shaking, with a mixture of distilled water 
and alcohol (3 volumes of water and i volume of alcohol). 
Filter into a stoppered bottle. It should be kept tightly 
corked. It cannot be used in the presence of iron salts, but 
is not affected by carbonic acid in moderate quantities. The 
solution is yellow when acid, and carmine when alkaline. 

Coralline. — Dissolve some coralline in alcohol and filter 
if necessary. Keep in a closed bottle. The solution becomes 
straw color when acid. It is particularly well adapted to the 
titration of acetic and other organic acids. 

Methyl Orange. — This is a very sensitive indicator for 
mineral acids. 

Phenolphrhaleiii. — This is a very sensitive indicator, and is 
used in the titration of solutions of molybilic acid. 

Logivood. — It must be kept unexposed to the licht, and can- 
not be used in the presence of the oxides of the licavy metals. 
To prepare, boil a few shavings of the logwood with distilled 
water and mix the concentrated solution with i or 2 volumes 
of alcohol. 
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These standard solutions have a great number of uses in 
analytical chemistry. A few of their applications will serve to 
show the manner of using tliem. 

DiterntiuatioH of Potassium Hydrate in Commercial Caustic 
Potash. — In order to save time and possible errors in the calcu- 
lation of results it is best to weigh out an equivalent part. As 
the molecular weight of caustic potash is 56.1,3 one-tenth 
equivalent would be 5.61 gms. Weigh out this amount, dis- 
solve in a little liot water, filter, and thoroughly wash the 
residue, filtering into a loo-cc. flask. Bring the bulk of the 
solution up to exactly 100 cc, and thoroughly mix by pouring 
from the flask into a dry clean beaker and from the beaker 
back into the flask, repeating several times. Fill a burette with 
the solution and draw off exactly lO cc. into a beaker. Run 
in 10 cc. of the half-normal sulphuric acid, dilute to about 50 
cc. with water, and add a few drops of the indicator. Now 
run in normal potassic hydrate solution until the solutionis 
exactly neutral. Repeat on several other portions of 10 cc. 
each, and take the average. If the caustic potash contained 
100 per cent of KOH, tlie 10 cc. of acid would have just neu- 
tralized the 10 cc. of alkali solution taken. Suppose 2 cc. of 
the normal potassic-hydrate solution were used : then without 
calculation we see at once that the commercial alkali contains 
80 per cent potassium hydrate. 

Analysis of Commercial Acetic Acid. — Weigh out, in a 
counterpoised beaker, 30 gms. of the acid, wash with water 
into a 500-tc. flask, and dilute with water to the holding mark. 
Draw off with a pipette 100 cc, run into a beaker, and add a 
few drops of a suitable indicator. Coralline is preferable in this 
case. Now run in normal potassium-hydrate solution until a 
full alkaline color is obtained. The color should be full alka- 
line, as neutral alkaline acetates have a slight alkaline reaction. 
Note the reading of the burette and calculate the per cent of 
acid. If 30 gms. of acid were taken and diluted to 500 cc, of 
which solution 100 cc. were taken for titration, each cc. of 
normal alkali solution will represent 1 per cent of acid. 

If it is desired to know the weight of acid in so many g 
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Ions of acid, weighing of the solution is unnecessary. In this 
case measure out a portion of acid, dilute, and take an aliquot 
portion for titration. 

As commercial acetic acid frequently contains both sul- 
phuric aiid hydrochloric acids, simple titration will not show 
the percentage of acetic acid in the case of an impure acid. 
In this case the hydrocliloric acid may be determined volu- 
metrically by means of a standard solution of silver nitrate. 
using potassium chromate as an indicator. The sulphuric acid 
sliould be determined by acidifying a weighed portion of the 
acetic acid with hydrochloric acid, diluting with water, boiling, 
and precipitation with barium-chloride solution. The weights 
of hydrochloric acid and sulphuric acid so found are then caU 
cutatcd to their proper equivalents in cc. of normal potassium- 
hydrate solution, and the corresponding deduction from the 
total number of cc, of potassium hydrate used is made. The 
difference will show the per cent of acetic acid present. For 
e.xample. suppose 3 gms. of acetic acid were taken and the 
hydrocliloric acid found was 0.031 gm. For the determination 
of sulphuric acid 3 gms. were also taken, the result being .025 
gm. sulphuric acid. Now as 6 gms. of acetic acid arc taken 
for titration in each case, we have in the 6 gms. 0.062 gm. of 
hydrochloric and 0,05 gm. of sulphuric acid. The hydrochloric 
acid would neutralize 1.7 cc. of the normal alkali solution and 
the sulphuric acid would neutralize i cc. of the normal alkali 
solution : hence from the total number of cc. of the normal 
alkali solution used in the titration a deduction of 2.7 cc. 
should be made for the hydrochloric and sulphuric acids 
present. 




CHAPTER XIV. 
CHLORIMETRY. 

ChloriMETRY has for its object the determination of the 
available chlorine of bleaching-powder. 

Bleaching-powder, which is commercially known as chloride 
of lime, consists of a mixture, or combination, of calcium hypo- 
chlorite (CaCI.O,) and calcium chloride (CaCI,). Its value for 
commercial and metallurgical purposes will depend upon the 
amount of chlorine set free (available chlorine) when an acid 
US added. The reaction which takes place is as follows : 

r Ca(C!0). , CaCl, + 2H,S0. = 2CaS0. + 2H,0 + 4CI. 

Hence the available chlorine is two atoms of CI for each atom 
o( O in the hypochlorite. 

A number of methods have been proposed for the estima- 
tion of the chlorine set free. The following is believed to be 
as simple and accurate as any : 

Weigh out 10 gms. of the bleaching-powder, transfer to a 
porcelain mortar, add about 50 cc. of water, and rub into a 
cream. Allow the coarse particles to settle, pour off the turbid 
Suid into a lOOO-cc. flask, add more water, rub again, and pour 
off into the flask, continuing the operation until all of the 
i transferred to the flask. Fill the flask with water 
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Weigh out 0.325 gm. of piano-forte wire, dissolve it in a 

ralve flask with about 10 cc. of dilute sulphuric acid (i part 

ffl,SO and 5 parts II,0), cool, fill the flask with water, and 



ago 



MANUAL OF PRACTICAL ASSAYING. 



\ 



pour into a beaker. To the solution in the be.iker add tlie 
JO cc. of turbid bleach ing-powder solutioHf allowing it to run 
in slowly from tlic pipette and stirring constantly. Dilute to 
about 500 cc, and determine the iron remaining in the ferrous 
form by means of a standard solution of potassium permanga- 
nate. The same solution of permanganate as is used for the 
determination of iron (see Part 11, Chapter XVI) is used for 
this purpose. Four atoms of iron correspond to four atoms 
of chlorine, or 56 parts of iron are equivalent to 35.5 parts of 
chlorine, as is .shown by the reaction : 

4FeS0. + Ca(ClO), , CaCI. + 2H,S0 = 

2Fe.(S0.). + 2Caa, + 2H,0. 

The method of calculating the result is best illustrated by 
the following example: Suppose i cc. of the permanganate 
solution equals 0.005 g^- '^^ iron, and that 16 cc. of the solu- 
tion were used in the determination. Hence (.005 x '6 = -oS) 
0.08 gm. of the o 324 gm. of the iron taken remained uno.->cid- 
ized by the bleaching-powder used. Then 0.324 — o.oS = 
which was oxidized by the bleaching-powder. 




0.244 gni' o' >''<^" which was oxidized by the bleaching-powder. 
Hence 

56 : 35-5 : : 0.244 : 0.1547 gm. available CL ^^H 

Consequently, as 0.5 gm. of bleaching-powder was taken ft^^^l 
analysis, the per cent of available chlorine = 30.94. ^^H 



CHAPTER XV. 



ANALYSIS OF WHITE-LEAD. 



The white-lead of commerce, when pure, is a basic carbon- 
ate of lead (2PbC0,, PbO.H,). Its value, from a chemical 
standpoint, depends upon the percentages of PbO, CO,, and 
H,0 which it contains, and these percentages should corre- 
spond pretty closely with tlie theoretical percentages of the 
formula. 

In a white-lead works manufacturing a pure quality of 
white-lead all that is generally required is the percentages of 
PbO, CO., and H.O. 

The white-lead of commerce is frequently adulterated, the 
principal adulterants used being zinc-white (ZiiO) and heavy 
spar (BaSO.). Some white-leads contain lead sulphate (PbSO.t. 

The best method of determining the water and carbonic 
acid is by direct weight. The determinations are effected as 
follows: Weiyh out from I o to 2,o grammes of the white- 
lead in a porcelain boat, and introduce it into a piece of com- 
buslion-tubing. To the right-hand end of the tube a chloridc- 
of-calcium tube, which has been previously filled with fresh, 
dry calcium chloride, and weighed, is attached. The calcium- 
chloride tube is attached to a U-tube filled with freshly ignited 
soda-lime. The U-Iube is weighed before connecting up the 
apparatus. The U-tube is attached to another U-tube filled 
with pumice saturated with sulphuric acid. (See determina- 
tion of carbonic acid, Part II, Ciiap, V.) The last U-tube is 
connected with an aspirator. The left-hand end of the com- 
bustion-tube is connected with a U-tube containing pumice 
and sulphuric acid and a U-tubc containing soda-lime, in order 
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that the air passing through the apparatus shall be dry and free 
from carbonic acid. After connecting up the apparatus the 
aspirator is started, and after it has run a few minutes the boat 
containing the white-lead is gradually heated by the flame of a 
Bunsen burner. The heal is graduidly increased. After lo to 
1 J minutes' heating all the water and carbonic acid should be 
driven off fronn the lead. The burner is now removed, and 
the aspirator kept running until the absorption- tubes have 
cooled. The soda-lime and calcium-chloride tubes are now 
disconnected and weighed, the increase in weight of tlie cal- 
cium-chloride tube representing the water which the wliite- 
lead contained, and the increase in weight of the soda-iime 
tube representing the carbonic acid which the white-lead con- 
tained. Should the lead be pure, the difference between the 
sum of the percentages of carbonic acid and water and lOo 
will be the percent of lead oxide (PbO), As commercial white- 
lead usually contains some lead acetate, the residue, after treat- 
ment as above to drive off water and carbonic acid, is weighed. 
In pure white-lead this weight may be taken as lead oxide. 

In the case of an impure lead, treat i.o lo 2.0 grammes of 
the lead with 15 to 30 cc. of pure, strong acetic acid. Warm 
to effect solution, and when the white-lead is thoroughly de- 
composed, filter through a small filter and wash thoroughly 
with warm water. The filtrate will contain all the lead which 
was combined as carbonate. This may be determined accord- 
ing to Fart II, Chapter IX. 

Treat the residue with a strong, hot solution of ammonium 
chloride, and filter. The filtrate will contain the lead com- 
bined as sulphate. This may be determined according to 
Part 11. Chapter IX. 

The residue will contain the barium sulphate, etc., which 
may be determined according to Part II, Chapters I and 
XXV, 

To determine the zinc oxide, dissolve 1,0 to 2.0 grammes 
of the white-lead in dilute hydrochloric acid and determine 
volumetrically with a standard solution of potassium ferr o- 
cyanide, (See Part II, Chapter XXL) 



CHAPTER XVI. 
SPECIFIC-GRAVITy DETERMINATIONS. 

The specific gravity of any body is the weight of that 
body as compared with the weight of an equal volume of 
another body wliich is assumed as a standard. The standard 
taken for solids and liquids is distilled water; for gases and 
vapors, dry air and occasionally hydrogen. 

All determinations of solids and liquids must be made at 
the same temperature. The temperature usually adopted is 
60° Fahrenheit. 

Determinations of gases and vapors may be made at any 
known tcmjierature, and the volumes reduced to what they 
would be at 60° Fahrenheit. 

Solids. — I. The substance is heavier than water and insol- 
uble in water. 

Weigh first in the air. suspending the substance from the 
beam of the balance by a piece of horse-hair, and then in dis- 
tilled water whose temperature is 60" F. Let H''= the weight 
in air, IV'= the weight in water, and Sp, gr.= the specific grav- 
I ity ; then 

3. The substance is heavier than water and insoluble in 
I water, but is in fragments. 

Fill a specific-gravity bottle* with distilled water whose 



• If a specific- gravity botlla i! 
ow netk am) scratch B mark c 
k in (he dcteimloaligDS. 
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temperature is6o*' F., and weigh it. This weight = W. Weigh 
the substance in the air. This weight = W. Now introduce 
the weighed substance into the flask, fill it with distilled water, 
and weigli. This weight = W" -. 

3. The substance is heavier than water, but soluble in it. 
Weigh the substance in the air. This weight = W^. Now 

weigh it in some liquid in which it is insoluble and whose 
specific gravity is known. This weight = IV\ Hence we 
have the proportion, the specific gravity of water being i, 

Sp. gr. of liquid : i = (^T- fT') : W, 

in which w" = the weight of water which would have been 
displaced. 

W 

4. The substance is lighter than water and insoluble in it. 
Wci<ih the substance in air. This weight = w. Weigh a 

piece of lead of suitable size in water. This weight = w\ 
Weigh the substance and the piece of lead together in water. 
This weight = w 



n 



Sp. gr. = 



5. The substance is lighter than water and soluble in it. 

Weigh the substance in the air. This weight := Wi Intro- 
duce the substance into the flask described in 2, and fill the 
flask with some liquid in which it is insoluble, and whose 
specific gravity is known. Weigh. This weight = IV*, Fill 
the flask with the liquid alone and weigh. This weight = 
IV'\ Then the weiiijht of the liquid displaced = IV" — IV = 
A, U S = the specific gravity of the liquid, and A' = the corre- 
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sponding weight ot water which would have been displaced, we 
have 



S:l—A:X, and Sp: gr. = 



Liquids. — One of three methods may be employed. 
6. Weigh some body, which is insoluble in water and in the 
liquid, first in air, then in water, and then in the liquid. 
Let w = the weight in air; 

w' = the weight in water; and 

w" = the weight in the liquid. Then 



Sp.gr. 



' IV - W 



I 



Sp. gr. = - 



7. The specific-gravity bottle is employed, which for liquids 
is usually provided with a hollow-glass stopper which allows 
the insertion of a thermometer. 

Let tv = the weigiit of tlie flask empty; 

u>' = the weight of the flask filled with water; 
Iff" = the weight of the flask filled with the liquid. 

W" - iv 
iV' ~ W 

8. By means of a hydrometer. 

The principle upon which the hydrometer depends is that 
a floating body displaces its own weight of liquid. 

Special hydrometers are made, the graduations being for 
liquids of diflt-Tent specific gravities, as the lactometer for milk 
and the uriometer for urine. 

The Baum6 scale of graduation is frequently used in com- 
mercial work, It is purely arbitrary. For liquids heavier than 
Water the point to which the hydrometer sinks in a 15-per-cent 
solution of sodium chloride in water (NaCl 15 parts, H,0 85 
parts) is marked 15". The point to which it sinks in pure 
water is marked o". For liquids lighter than water the point 
to which the hydrometer sinks in pure water is marked lo" 
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Tiie point to which it sinks in a lo-per-cent sodium-chloride 
solution (NhCI lO part^, H,0 90 partaj vi mucked o". 

Tlie observations of Baum^ were conducted at 10° R. = 
54- S° F. 

For liquids lieavier than water the degrees Baum6 can be 
converted into specific gravity by the formula 
c '44 

144 — ^ 

For liquids lighter than water the degrees Baum6 can be 
converted into specific gravity by the formula 



Sp. gr. : 



134+ S"' 



For specific gravities corresponding to degrees Baum6, 
page 297. 

Gases. — Tiie specific gravity of a gas or vapor may be 
determined by Ikmsen's method, which consists in weighing a 
glass globe when filled wiih aij\ wiien filled with the gas, and 
when exhausted by means of an air-pump. From the data so 
obtained the specific gravity can be readily calculated. As 
this method requires a powerful air-pump it is seldom used 
except for scientific work. ^Sce Watts' Dictionary of Chem- 
istry ) 

For commercial work the Schilling effusion method is com- 
monly used. In this method the times of the effusion of equal 
volumes of gas and air through a fine hole in a thin metallic 
plate are compared. It depends upon the principle that the 
specific gravities of two gases passing through such an opening 
are proportionate to the squares of the times of effusion. 

Let A — seconds which the volume of air requires to escape ■ 
B = seconds which the same volume of gas requires to 

escape ; 
X = the specific gravity of the gas. 

If the specific gravity of air = i, we have 

■■x\\A*:B^\ or, ^ = 4!- 



I 
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SPECIFtC GRAVITIES OF LIQUIDS HEAVIER THAN WATER.* ^^^k 
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8 
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60 
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36 


I 31844 


61 
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• •• The Bauin£ Hvilromcier," a paper rc^d hy Prof. C F. Chandler before ^^H 


the National Academy of Sciences, ai ihe Philadelphia meeting, t88l. ^^H 


t Ibid. ^^1 



CHAPTER XVII. 



ANALYSIS OF COMMERCIAL ALUMINIUM. 



The constituents usually required are silicon, iron, antf 
aluminium. The method of decomposition described is due 
to Rossel.* 

Three grammes of the finely-divided metal are gradually in. 
troduced into from 30 to 40 cc. of hot caustic potash (30 to 40 
per cent solution). The potash should be pure, and free from 
silica, alumina, etc. The decomposition is best effected in a 
platinum dish, as the caustic potash attacks glass or porcelain. 
Tile metal dissolves, leaving a black flocculent residue. After 
the decomposition is complete the solution is supersaturated 
with pure hydrochloric acid and evaporated to dryness. The 
dusty dry mass is heated at 110° C. to dehydrate the silicic 
acid, moistened with hydrochloric acid, dissolved in water, and 
the silica filtered off, washed with hot water, and determined 
as usual. From the silica, as found, calculate the percentage 
of silicon. 

To the filtrate from the silica add an excess of sulphuric 
acid, evaporate to drive off the hydrochloric acid, and finally 
dilute with cold water to 300 cc. Divide into two portions of 
100 cc. and 200 cc, each. 

In the 100 cc, portion (corresponding to t gm. of the origi- 
nal material) determine the aluminium by nearly neutralizing 
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the solution with ammonia, precipitating the iron by electroly- 
sis, and finally determining the aluminium as a phosphate in 
the manner described in Part II, Chapter XVII. 

In the 200 cc. portion (corresponding to 2 gms. of the orig. 
inal material) determine the iron by reduction with pure zinc 
and titration with a standard solution of potassium perman 
ganate, in the manner described in Part 11, Chapter XVI. 



CHAPTER XVIII. 
ANALYSIS OF NATURAL PHOSPHATES. 

The value of phosphate rock principally depends upon the 
percentage of phosphoric acid which it contains. In audiiioii 
to tlie phosphoric acid tliefollowinj; substances affect the value 
of the material in the manner described : Water and insoluble 
matter, which reduce the percentage of phosphoric acid ; car- 
bonates, which increase the cost of manufacture by neutralizing 
their equivalent of sulphuric acid : alumina and ferric oxide, 
which revert a portion of the soluble phosphoric acid and also 
have a tendency to render the superphosphates wet and un- 
manageable ; and fluorine, which, as there are sihcatcs of alu- 
minium otherwise undccomposed by sulphuric acid, which are 
decomposed in the presence of fluorine, the otherwise inactive 
alumina assuming an objectionable form. 

The following method of analysis is taken from an article 
by Dr. T. M. Ciiatard,* and whilst it differs somewhat from ilie 
methods of other chemists, it is believed to be as rapid and 
accur;ite as any method which we have. 

Moisture. — Two grammes are weighed into a tared plati- 
num crucible. This, with its lid, is placed in an air-bath at 
105° C and heated for at least three hours. The lid is then 
put on. and the crucible is placed in a desiccator and weighed 
as soon as cold. The loss is the weight in moisture. 



* TraosutlOM ol The Amuicu iDStknte of Uininc E^aecrs, VoL XXI, 
past 160. 
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Combiaed Water and Organic Matter. — The residue 
from the moisture dttenninatioii is gradually heated to full red- 
ness over a lamp, and then ignited over the blast-lamp. This 
operation is repeated to constant weight. The loss (less the 
, pcrc;:ntage of carbonic acid as determined in another portion) 
ijy be taken as water and organic matter. This method an- 
I Rwers for ali technical purposes, but when minerals containing 
uorine are strongly ignited, a part of tlie fluorine is exptlled ; 
I lience, it more accurate determinations are required, the meth- 
I ods given in Fresenius, etc., should be followed. 

Carbonic Acid. — The method by direct weight, using the 

' apparatus described in I'art 11, Chapter V, may be followed. 

' Many phosphate.'^ must be heated with dilute acids to the boil- 

g. point to effect complete decumposition of the carbonates, 

Insoluble Matter. — Five grammes of the phosphate arc 

' placed in a beaher or casserole ; 25 cc. of nitric acid (sp, gr. 

1.2) and 12.5 cc. of hydrochloric acid (sp, gr. 1.12) are added; 

and the vessel, covered with a watch-glass, is placed on the 

water-bath for thirty minutes. Tlie solution is stirred from 

.■ to time, and at the end of the thirty minutes the vessel 

I Li removed from the bath, filled witii cold water, welt stirred, 

\ and its contents allowed lo settle. The sohition is now filtered 

into a 500-cc. flask, and tiie residue is thoroughly washed with 

I cold water, partially dried, and finally ignited to constant 

eight. This weight may be considered as insoluble matter. 

It will not correctly represent the silica, as the fluorine liberated 

during solution of the phosphate dissolves a portion of the 

As the same reaction occurs in the manufacture of a 

> superphosphate from the material, the result may be considered 

as a fair approximation to commercial practice. The ignited 

^ residue should be tested for I',0,. 

Tlic flask containing the filtrate is filled up to the mark 
Ivitli cold water, and the solution is thoroughly mixed by 
I pouring twice into a dry beaker and returning to the flask. 

Phosphoric Acid. — Two portions of 50 cc. each (=0.5 
Lgm. of original material) are drawn off with a pipette, intro- 
:cd into beakers, and evaporated until the hydrochloric acid 
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is driven off. To each portion 150CC. of niolybdate solutions 
added, tlie solution being well stirred and allowed to stand on 
a water-bath until quite hot. The beakers are now removeil 
and allowed to stand until the <iolution is quite cold. It is 
best to allow the solutions to stand for at least three houts, 
after which the yellow precipitate is filtered off and well 
washed with a ao-per-ceni solution of ammonium nitrate con- 
taining one-lhirtietli of its volume of nitric acid. The filtrate 
should be tested for P.Oj by the addition of some molybdate 
solution and digestion for some time. The funnel, with its 
contents, is now inclined over the beaker in which llic precipi- 
tation was effected, and the precipitate washed back into it 
with a jet of water. Ammonia is now added, and on gently 
warming complete solution of the precipitate should be ef- 
fected. Any residue indicates either incomplete washing or. 
under some circumstances, silica. The solution is filtered 
through the same filter into a clean beaker, and the first beaker 
and the filter are thoroughly washed with dilute ammonia 
water {i part ammonia and 4 parts water). The solution is 
now boiled, the beaker is removed from the heat, and magne- 
sia solution is added drop by drop, with continual stirring. 
The precipitate at first redissolves, but during the continual 
addition of the magnesia solution the solution becomes cloudy, 
with a flocculent precipitate, which, as the stirring continues, 
becomes crystalline and subsides. When further addition of 
the magnesia solution causes no cloudiness and the erystaUini 
£/iaiige is complete, \\\c beaker is placed in very cold water to 
chill its contents as rapidly as possible. When perfectly cold 
it is again tested with a few drops of the magnesia solution, 
and if the precipitation is found to be complete, about one 
third of its volume of strong ammonia is added, the solution is 
stirred and allowed to stand three hours. The precipitate is 
finally filtered on an asbestos felt in a Gooch* perforated cru- 
cible, and washed with the dilute ammonia water. The wash- 
ing will be completed by the lime the precipitate is completely 

• American Chemical Journal. Vol. I. p. 317. 
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V removed from the sides of the beaker and transferred to the 
filler. A few drops o( a strong solution of ammonium nitrate 
are poured on tlie precipitate, which is tlien carefully dried 
and genlly healed until the fumes of ammonium salts cease to 
come off. The heat is now increased, and as soon as the g 
of the pyrophosphate formation has passed through the whole 
of the precipitate the crucible is placed in a desiccator and, 
when cold, weighed. The ignited precipitate is very white, 
and the difference between tlie two determinations should not 
exceed 0.05 per cent (or thoroughly satisfactory work. 

Should a Goocli crucible not be at hand, the ammonium, 
magnesium phosphate can be filtered onto a filter-paper, and, 
after washing, dissolved in dilute nitric acid into a small plati- 
num dish, the solution being evaporated to dryness, carefully 
ignited, and weighed. A clean mass is thus obtained, whilst, 
should the precipitate be ignited with the paper, it is difficult 

I to destroy the carbon. 
Lime. ^Evaporate lOO cc, of the solution (containing i gm. 
of the original substance) in a beaker to about 50 cc, add 10 
cc. of sulphuric acid (t cc. sulphuric acid and 4 cc. water), and 
evaporate on a water-bath until a considerable crop of gypsum 
crj'stals are formed. Cool the solution, wlien it will generally 
become pasty owing to the additional separation of gypsum. 
Whefi cold. 150 cc. of 95-per-cent alcohol are slowly added, 
with continual stirring, and the whole is allowed to stand for 
three hours, with occasional stirring. The precipitate is fil- 
tered off, with the aid of a (ilter-pump, into a distillation-flask, 
and washed with 95-per-cent alcohol. The filler, with the 
precipitate, is gently removed from the funnel and inverted 
into a platinum crucible, so that by squeezing the point of the 
filler the precipitate falls down into the crucible and the paper 
b pressed down smoothly over it. The crucible is genlly 
heated, and when the alcohol has burned off and the paper is 
completely destroyed the heat is raised to the full power of the 
Bunsen burner for a few minutes, after which the crucible is 
cooled and weighed. From the weight of the CaSO. , as thus 
determined, the weight of the CaO is calculated. Separate 
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determinations on the same sample rarely differ more than 0.05 
per cent. 

Ferric Oxide and Alumina.— The distiliation-flask contain- 
ing the alcoholic filtrate is connected with a condenser and 
heated until alcohol is no longer distilled over. This distillate, 
if mixed with a little sodium carbonate and redistilled over 
quicklime, can be used over and over again. When the dis- 
tillation is ended, the residue in the tlask is washed into a 
small platinum dish and evaporated as far as possible on the 
water-bath. It becomes dark brown, owing to the presence of 
organic matter, which must be destroyed, since it prevents the 
complete precipitation of the phosphorus in the subsequent 
operation. To destroy tiiis organic matter, remove the dish 
from the bath, add a small amount of pure sodium nitrate, and 
heat carefully over the naked flame, keeping the dish covered 
with a watch-glass. If care be taken, there will be no loss by 
spattering; and the mass fuses to a colorless, v'scous liquid, 
cooling to a glass, which is readily soluble in hot water made 
acid with nitric acid. The solution is transferred to a beaker, 
made slightly (but distinctly) alkaline with ammonia, then 
carefully neutralized with acetic acid, then diluted with hot 
water, brought to a boil, allowed to settle, and filtered. After 
the precipitate has been completely brought on the filter with 
hot water, the washing is completed with a solution of ammo- 
nium nitrate (made by neutralizing 5 cc. of nitric acid with 
ammonia and diluting to 250 cc), and the precipitate is dried, 
ignited intensely, and weighed. As the determinations are 
made in pairs, one portion is used for the estimation of phos- 
phoric acid by fusing with a little sodium carbonate, dissolviiig 
in dilute nitric acid, and treating with molybdate solution as 
already described ; while the other portion, also fused with 
sodium carbonate, is dissolved with sulphuric acid, and the iron 
is reduced and titrated with permanganate. The results should 
not differ more than o.l per cent. 

Magnesia. — The filtrate from the aluminium ferric phos- 
phate is evaporated to a small bulk, made strongly ammo- 
liiacal, and allowed to stand, when magnesia, if present, 




ANALYSIS OF NATURAL PHOSPHATES. 



305 



I 

I 



separate as tlic double salt, and should be treated as usual. K 
during the evaporation of the filtrate (which should be per- 
fectly clear at first) any fiocculent matter separates, it should 
be filtered off and examined before proceeding with the pre- 
I cipitation of the magnesia. 

Fluorine- — Two grammes of the phosphate are intimately 
mixed in a large platinum crucible with 3 gms. of precipitated 
silica and 12 gms. of pure sodium carbonate, and the mixture 
is gradually brought to clear fusion over the blast-lamp. 
When the fusion is complete, the mass is spread over the walls 
I of the crucibk', which is then cooled rapidly. The mass is 
detached from the crucible and put in a platinum dish, into 
) which whatever remains adhering to the crucible or its lid is 
I also washed with hot water. The contents of the dish are now 
[ diluted with hot water, the dish is covered and digested on the 
atcr-bath until the mass i:i thoroughly disintegrated. To 
L hasten this the supernatant liquid may be poured off, the rest- 
' due being washed into a small porcelain mortar, ground up, 
returned to the dish, and boiled with fresh water until no hard 
grains are left. The total liquid is then filtered, and the rcsi- 
due is wa.shed with hot water. The filtrate (which should 
amount to about 500 cc.) is nearly neutralized with nitric acid 
(methyl orange being used as an indicator), some pure sodium 
bicarbonate is at once added, and the solution (in a platinum 
dish, if one large enough is at hand, otherwise in a beaker) is 
placed on the water-bath, when it speedily turns turbid through 
the separation of silica. As soon as the solution is warm it is 
removed from the bath, stirred, allowed to stand for two or 
three hours, and then filtered by means of the filler-pump and 
washed with cold water. The filtrate is concentrated to about 
250 cc. and nearly neutralized, as before; some sodium car- 
bonate is added ; and the phosphoric acid is precipitated with 
silver nitrate in excess. The precipitate is filtered off and 
washed with hot water, and the excess of silver in the filtrate 
is removed with sodium chloride. The filtrate from the silver 
^^ chloride (after addition of some sodium bicarbonate) is cvap- 
^Korated to its crystallizing point, then cooled and diluted with 
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cold vatcr ; still tnorc sodiaa bicaifaoa^e is aaded. ^mI tike 
whole b allowed to stand, wboi >ililiiiii«il aftci «S jepaiai^ 
oad i> to be filtered off. 

Thi« final folution » nearly nentialiKtl, as befove ; a little 
•odjum-caiiwnaie solutiiHi » added ; it is bcatcd to botlii^ 
aod an excess of a solution of falHum cfaloode is added. The 
precipitate of calcium carbonate and fluondc mast be boiled 
for a few minutes, when it can be easily filtered aad va^cd 
with lK)t water. The washed precipitate is wa^>ed from tlie 
filter into a ttmall platinum dislt and evaporated to dryness, 
while the filter, after being partially dried and used to wipe off 
any particles of the precipitate adhering to the dish in which 
It wa* formed, is burned, and the ash is added to the main 
precipiiatc. Thin, when dry, is ignited, and allowed to cool; 
dilute acetic acid is added in excess, and the whole is evap- 
orated to dryness, being kept on the water-bath until all odor 
of acetic acid has disappeared. The residue is now treated 
with hot water, digested, filtered on a small filter, washed with 
hot water, partially dried, placed in a crucible, carefully ignited, 
and weighed as CaF,. Tlie CaF, is then dissolved in sul- 
phuric acid by gently heating and agitating, evaporated to 
dryness on a radiator, ignited at full red heat, and weighed as 
CaSO,. From this weight the equivalent WL-ight of CaF, 
should be calculated, and should be very close to that actually 
found as above, but should never exceed it. The difference 
(generally about I mgm.) is due to silica which is precipitated 
with the fluoride. The percentage of fluorine ts, therefore, 
alwayH calculated from the weight of the sulphate, and not 
from that of the original fluoride. The results are very satis* 
factory. 

For other methods, as well as a complete treatise on phos- 
phates, see " Tlic Phosphates of America," by Dr. F, Wyatt. 




In tlie following scheme it is assumed that the slag sample 
Is vitreous, liaving been suddenly cliilled when taken (see 
Part I, Chapter H, page l8). If such Is not the case, a fusion 
will be necessary in order to effect decomposition of the slag. 
(See Part II, Chapter I, page 83.) 

For technical purposes a partial analysis will be sufficient. 
Occasionally a careful and more complete analysis may be 
I required. 

I The constituents of a lead slag most frequently determined 
f*re SiO,, FeO, CaO, Pb, and Ag: MnO and ZnO are fre- 
quently important constituents; BaO, MgO, and Al,0, are 
someltmes important constituents ; Na, K, and S, whilst present 
in all slags, are rarely determined. This is also the case with 
copper slags, if Cu is substituted for Fb. 

Partial Analysis of Lead Slag^s. — a. Determine the silica 
by treatment of 0.5 gm. with water and hydrochloric acid, 
boiling the solution for a few minutes to effect solution of all 
except silica, and filtering as rapidly as possible. (See Part II, 
Chapter XXV, page 225 ) 
^ 6. Dt;termine the barium by treatment of aj gm. with 
nrater, hydrochloric acid, and a few drops of nitric and suU 

• Whilst Ihis scheme is 10 some exletil a repelilinn of what has already been 
detcrlbed ill Piirl tl, ihc chapler h^s been insened, b< [he »ubjerL is u[ ihe ut- 
MJniporl^incelolhe lead and copper mpullurgist : and ihe icheine, mnrenver, 
mrales ihe mnnner in which a f^yslemdlic course ol analysis may be built up 
□ the methods described in Part [I. 



308 



A MAXVAL Of FXACTICAL MSSA YJXC. 



itb water sdiPH 



pfaun'c acids. Evaporate to dryness, take up wil 
hydrochloric aciiJ. filler, wash, dr^-, ignite, and wetgh the 
bined SiO, and &iSO,. Tbc difference between the weight oi 
this preciplLate and the weight of the SiO,. as dctcmiined in a, 
will represent the weight of ihc BjSO.. 

c. Detemitnc the lime in the fiUrate from the SiO, and 
BaSO. as obtained in *, according to Part II, Chapter XXI, 
page 2I8. 

J. Determine the iron in 0.5 gm. according to Part 
Chapter XVI, page 178. 

e. Determine the manganese in i.o gm. by treatment with 
water, hydrocliloric acid, and a few crystals of potassium 
ddurate, boiling to effect solution and oxidation of the iron. 
Treat and determine according to VoUiard's Method. (See 
Pad 11, Chapter XX page 198.) 

/. Determine the zinc in I.o gm. according to Part II, 
Chapter XIX, page 21a 

g. Deturmine the lead by (ircassay, taking 5 or 10 gms. 
(see I'iirt II. Chapter IX, page 137). Should the slag be vciy 
low in lead (less than i.o^), it isdifficult to find and extract Ihc 
lead button from the slag. In this case the following method 
is frequently used : Take S-O gms. of slag and weigh out about 
0.1 gm. of pure silver, adding it to the charge of slag and lead 
flux in the crucible. Fuse and pour the charge. The reduced 
lead will alltiy with the silver, giving a button which may read- 
ily be found and detached from the sUg. The increase in 
weight of the silver button represents the weight of lead in 
the 5 gms. of slag taken. 

//. Determine the silver in l A. T. by crucible fire-ass.iy, 
adding sufficient litliarge and reducing agent to obtain a lead 
button of about 4 gms.. which is cupelled. (Part II, Chai 
VII. page 129.) 

In ihe case of copper slags proceed in the same mannei 
and determining the copper by the colorimctric method. (See 
Part 11. Chapter XIII. page 159.) 

Complete Analysis of Lead Slags.— Treat 
ig according to b and separate the SiO,, BaSO, 



mo 



lead 
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washing by decantation and leaving as much as posslblt; of the 
residue in the casserole. Extract the lirad with ammonium 
acetate (see Part II, Chapter I. page 79), and filter off the SiO, 
and BaSO,. After drying, igniting, and weighing this precipi- 
tate, fuse it in a platinum crucible with sodium carbonate, and 
determine the baryta according to Part II, ChapterXXV, page 
224. The weight of the SiO, + BaSO.. less the weight of the 
barium sulphate as determined, will equal the weight of the 
silica. In very accurate work the silica can be determined 
directly by acidifying the filtrate from the barium carbonate 
and evaporating it to dryness, the silica being determined as 
usuaL 

Nearly neutralize the filtrate from the SiO,, BaSO, .and 
PbSO, with sodium carbonate, add 10 to 15 gms. of sodium 
acetate, and make a ba.sic acetate precipitation of the iron and 
alumina. Filter off this precipitate, wash it with hot water, 
and dissolve it in a little dilute hydrochloric acid. Reprecipi- 
tate the iron and alumina with ammonia as hydroxides (see 
Part II, Chapter XVII, page 181 and page 184). filter, and 
wash. Dissolve this precipitate with a little dilute sulphuric 
acid, and electrolyze, using mercury for the cathode. Deter- 
mine the iron according to Part II. Chapter XVII, page 187, 
and the aluminium in the iron-free solution as a phosphate 
according to Part II, Chapter XVII, page t86. 

Combine the filtrates from the basic-acetate precipitate and 
the precipitate of hydroxides, add a little acetic acid, and boil. 
Pass a current of sulphuretted hydrogen through the boiling 
solution for half an hour. Filter off the precipitated zinc sul- 
phide and wash with water containing H,S. (Should the slag 
contain Ni or Co — which is unusual except in rare cases of 
copper-smelting — they will be precipitated with the ZnS as 
sulphides.) The filtrate from the precipitated zinc sulphide 
should be tested with H,S. and should a precipitate form, it 
should be filtered off and added to the first precipitate. Dis- 
solve the precipitated ZnS with hydrochloric acid, and de- 
termine according to Part !I, Chapter XIX ; or by precipitation 
as zinc carbonate with a solution of sodium carbonate, fiUra- 
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tiuii, wahliing thoroughly with hot water, and final ignition i 
tlic precipitate to ZnO. weighing as such. 

Boil [lie filtrate from the precipitated zinc sulphide, add an 
excess of bromine water, and continue to boil for half an hour. 

Filter oft the precipitated manganese dioxide, wash it thor- 
oughly with hot water, boil the filtrate, and add more bromine 
water to insure the complete precipitation of the manganese. 
Dissolve the precipitated manganese dioxide with a little dilute 
liydrochloric acid, and determine the manganese according to 
any of the methods described in Part II, Chapter XX; or, the 
precipitate may be transferred to a beaker and determined by 
Williams' Method. (See page 196.) 

Boil the filtrate from the precipitated manganese dioxide 
to expel bromine, render it alkaline with an excess of ammonia. 
and precipitate the lime as an oxalate according to Part II, 
Chapter XXIII, page 2i6. The precipitated oxalate should 
be dissolved in a little dilute hydrochloric acid, the solution is 
rendered strongly alkaline with ammonia, and the lime is re- 
precipitated as an oxalate. This is necessary to insure the 
complete separation of the lime and magnesia. The lime is 
finally determined according to Part II, Chapter XXIII, pages 
217 and 218. either gravimetrically or volumetrically. 

The combined filtrates from the precipitated calcium oxa- 
late are rendered strongly alkaline with ammonia, the magnesia 
is precipitated as ammonium-magnesium phosphate, and deter- 
mintd according to Part II, Chapter XXIV, page 220. 

The alkalies arc determined in a separate portion of 5 gms., 
according to Part II, Chapter XXVI, page 23& 

The lead is determined in a separate portion of 5 gms. by 
treatment with water, hydrochloric acid, a few drops of nitric 
acid, and an excess of sulphuric acid, evaporation to fumes of 
sulphuric anhydride, and proceeding according to Part II, 
Chapter IX, page 139. 

The sulphur ts determined in a separate portion of from 2 
to s gms.. proceeding according to Part II, Chapter II, page 90. 

In some cases the slag may contain small amounts of Cu, 
Bi, Sb, As, and Sn. In such a ease it is necessary to preci[^ 
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tatc these elements bypassing a current of sulphuretted hydro- 
gen through the filtrate from the SiO, , BaSO^ , and PbSO^. 
The precipitated sulphides are filtered off, the precipitate is 
washed with water containing H,S, and the different metals in 
this precipitate may be separated and determined according to 
the methods described under the different metals. The filtrate 
from the precipitated sulphides is boiled, and the sulphur oxid- 
ized with bromine or potassium chlorate before proceeding 
with the analysis. 

The same method will answer for copper slags, except that 
in this case the copper and other metals of the sulphuretted- 
hydrogen group will have to be precipitated with H,S, the pre- 
cipitated sulphides being filtered out before proceeding with 
the analysis. The precipitated sulphides may be dissolved in 
nitric acid, and the copper determined colorimetrically accord- 
ing to Part II, Chapter XIII, page 159. 



PART IV. 



THE WRITING OF CHEMICAL EQUATIONS. 

In order to work intelligently and to be able to calculate the 
results of an analysis by stoic liioinetry, the chemist should not 
only thorouglily understand the reactions which take place at 
each step in the analysis, but should be able to construct the 
equation which represents the reaction. 

A chemical equation is the expression in symbols or for- 
mulcE of the changes which elements or chemical compounds 
undergo when subjected to chemical or physical influences. 
As all matter is indestructible, these expressions of change 
must necessarily be equations. A chemical equation differs 
from a mathematical equation inasmuch as it cannot be ac- 
cepted as true until verified by experiment ; nor can it be 
treated in the same way as a mathematical equation, as, for 
example, equal amounts cannot be subtracted from either side 
of the equation and leave it true. 

There are three classes of chemical equations: Synthetical, 
Analytical, and Metathetical. 

Synthetical Equations are those representing the unioi 
of elements or compounds : 

2H + O = H.O, 
CaO + CO. = CaCO,. 
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Analytical Equations are those representing tlie separa- 
tion of a compound into its constituents : 

H,0 + electric spark = 2H + O, 

CaCO, + heat = CaO -J- CO.. 

Metathetical Equations (equations of interchange) are 
tbose representing the interciiange of elements or radicals, and 
the formation of new products : 

AgNO, + HCl = AgCl + HNO.. 

The last claim attention most frequently, and of these the 
equations of oxidation and reduction are the most interesting: 

3MnO + Mn.O, = sMnO,. 

The laws governing chemical interchange have not been 
fully determined, but the two following exert an important 
bearing on the results ; 

1st, When a compound can be formed which is insoluble 
in the menstruum present, this compound separates as a pre- 
cipitate. There arc exceptions to this rule. 

2d. When a gas can be formed, or any substance which is 
volatile at the temperature at which the experiment is made, 
this volatile substance is set free. 

The interchange effected is always on terms regulated by 
ihe quantivalence of the elements or radicals involved. For 
example, a monad element or radical can replace another 
monad element or radical only atom by atom. To effect an 
exchange between a monad clement or radical and a dyad ele- 
ment or radicnl, two atoms of the monad are required for each 
atom of the dyad : 

BaO + 2HCI = BaQ, + H.O. 

In writing an equation, first place down the symbols or 
formulae entering into the equation in the first member of the 
equation, and write the plus sign between them. Now write 
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the symbols or formulx of the products resulting from the- 
reaclion as the second member o( the equation. Now adjust 
thf factors of the symbols or formula so that tlie interchange 
will result in a true equation. The data for the second mem- 
ber of the equation is either a matter of memory or else mu.et 
be obtained by actual experiment. Very frequently a knowl- 
edge of the conditions which affect an interchange will enable 
one to predict by equations what products will be formed. 
The adjustment of the factors is the important point, and is 
best illustrated by the following examples: 

Example No. i. Required the construction of an equa- 
tion showing the oxidation of ferrous chloride by potassium 
bichromate. 

The compounds which enter into the reaction are FeCI,, 
K,Cr,0, , and HCI. The compounds formed arc Fe.CI,, KCl, 
Cr,CI.,and H,0. 

As oxidation signifies an increase and reduction signifies 
a decrease in the quantivalence of an element, the oxidizing 
agent, in exerting its influence, decreases in quantivalence, 
whilst the substance oxidized experiences a corresponding 
increase in its quantivalence. Writing out the equation and 
leaving spaces for the factors, we have 

FeC!.-|- K.Cr.O,+ HCI = Fe,CI.-|- KC1-|- Cr,Cl,+ H,0. 

Now the iron passes from the dyad state to the tetrad 
state, thus; zFeO + O = Fe.O,. Hence two Fe require 
one O. 

One K.Cr.O, yields 3O. thus : Cr.O. = Cr.O, -f 3O. Hence 
6 of the ferrous compound need i of the bichromate. Making 
the adjustment, we have 

fiFeCl, + K,Cr,0, + HCI = Fe.Cl. + KCl + Cr.Cl. + H.afl 

Now if we arrange the factors for the other compounds" 
according to the prescribed conditions of the solution (acid, 
alkaline, or neutral), we have 

6FeCl,-|-K,Cr,0,+ i4HCI = 3Fe,Cl.-|-2KCl + Cr.Cl. -i-7H,< 
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Testing to see if this is a true equation, we have 

I.< ihc In (he 

Fiist Member. Sccoiid Member. 

Fe 6 6 

CI 26 26 

Cr 2 2 

7 7 

H 14 14 

The factors all balance, and hence the equation is correct, 

EXAMI'LIC No. 2, Required to construct an equation 

showing the oxidation of aniiiiionous cliloiide to aiUimonic 

chloride by potassium permanganate. 

The compounds which enter into the reaction are Sb.Cl,, 

K,Mn,0,, and HCI. The compounds formed are Sb,Cl,„ 

KCI, MnCl,, and H,0. 

Writing out the equation as before, and leaving spaces for 

the factors, we have 

Sb.CI.4- K.Mn,0.+ HC1= Sb.C!„+ KCH- MnCl,+ H,0. 

Now the antimony passes from the triad to the pentad 
state, thus : 

Sb.O, + 20 = Sb.O.. 

One K.Mn.O, yields sO. thus: 

Mn.O, = 2MnO-f sO. 

Hence l of the antimonous requires 2O, or 5 of the antimon- 
ous requires loO, or 2 of the K,Mi),0,. Making tlie adjust- 
ment, we have 

SSb.CI. + 2K.Mn,0, + HC! = 

SSb.CI,. +4KC! + 4MnCl,+ H.O. 

Arranging the factors for the HCI and H.O, we have 
5Sb,CI, + 2K.Mn.O. + 32HCI = 



SSb.CI,. + 4KCt + 4MnCI, + l6H,0. 
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Or tlic equation may be written 

5SbCI.+ K,Mn,0.4-i6HCl = 5SbCI.4-2KCl-i-2MnCl,+8H,< 
Testing to see if this is a true equation, we have 

In ihe In rhe 

First Member. Second Member. 

Sb 5 5 

CI 31 31 

K 2 2 

Mn 2 2 

8 8 

H 16 16 

The factors alt balance, and hence the equation is coire 

This method is due to Prof, Elwyn Waller, and 
method taught by him in the Columbia College School < 
Mines. 

The following excellent method of constructing equations 
is due to Otis C. Johnson.* According to Mr. Johnson's defi- 
nition ol bond, by the bond of an element is meant the amount 
of oxidation it is capable of sustaining, and hence he defines 
bond as an oxidizing force. When an element has no oxidiz- 
ing power it has no bonds. When an element is a reducing 
agent its bonds are negative. 

He gives the following rules for ascertaining the bonds of 
an element : 

1st. Hydrogen in combination has always one bond, and is 
always positive. (H'.) ^^^ 

2d. Oxygen always has two bonds, and they are alwajn^^H 
negative. (O".) ^H 

3d. Free elements have no bonds: thus metallic iron (Fe°). 

4th. The sum of the bonds of any compound is always 
equal to zero. Thus 

H,"Mn/»'0,-"' = O. 

* NcRalivc Bonds and Rule* [or BdlKDcing Equations, Ckcmit^ Nrmtt- . 
l»»o. Vol. XLII, p. SI- 
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5th. Acid radicals are always negative. Thus 

H'N^'^O,-" =0, and Mg,+"(PO.).-" = O. 
6th. Metals in combination are usually positive. The 
most prominent exceptions to this rule are their compounds 
with hydrogen. Thus 

Sb-"'H,+ "' and As-"' H.+'". 
As the oxidation of one substance involves the reduction 
of sonic other substance, the number of bonds gained by the 
one is lost by the other. 

From the above a rule for writing the equations of oxida^ 
lion and reduction is derived, provided the resulting products 
arc known. The following is the ruk>: 

The number of bonds changed in one molecule of each 
shows how many molecules of the other must be taken. The 
words each and other refer, respectively, to oxidizing and re- 
ducing agent. 

Example No. 3. Applying this method to the problem 
FcCI. + K,Cr A + HCl = Fe.Cl. + KC! + Cr.Ci, + 1 1,0. 
we find that 

Cr, in the first member has 12 bonds; (K/"Cr/*"0,"^'^.) 
Cr, in the second member has 6 bond?;, {Cr,*"CI,"^'.) 
Loss = 6. Hence 6FcCl,. 
Fe in the first member has 2 bonds ; (Fc"* ''CI,"".) 
Fe in the second member has 3 bonds. (Fci^^'CI,"".) 

Gain= 1. Hence iK.Cr.O,- 
Example No. 4- Applying this metliod to the problem 
Sb.Ci. + K.Mn.O, + HCl = Sb.CI,, + KCI + MnCl, + H,0» 
we find that 

Mn, in the first member has 14 bonds ; 
Mn, in the second member \y.K% 4 bonds. 

Loss = 10. Hence loSbCl, or sSb.Cl^ 
Sb in the first member has 3 bonds; 
Sb in the second member has 5 bonds. 1 

Gain = 2. Hence 3K,Mii.O,. 



I 
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Example No. 5. Required to construct the equation for 
tlie oxidation of ferrous sulphate to ferric sulphate byjious- 
siuin permanganate. 

The compounds entering into the reaction are K,Mii,0,, 
FeSO, , and H,SO. . The products formed arc Fc,(SO,i,, 
K,SO. , MnSO. , and H,0. Writing the equation and leaving 
spaces for the (actors, we liave 

FeSO.+ K,Mn,0.+ H.SO, = 

Fe,(SO.).+ K,SO. + MnSO.+ H.O. 
Mn, in the first member lias 14 bonds 
Mn, in the second member has 4 bonds. 

Loss = 10. Hence loFeSO.. 
Fe in the first member has 2 bonds; 
Fe in the second member has 3 bonds. 
Gain = 1. Hence iK,Mn,0,. 

Hence for the completed equation we have 

ioFeSO.+ K,Mn,0. + 8H,S0. = 

5Fe.(S0.), + K,SO. + 2MnS0, + 8H,0. 

Example No. 6, Required to construct the equation 
showing tlie oxidation of oxaUc acid to carbonic acid by potas- 
sium permanganate. 

The compounds entering into the reaction are H.O, C,0„ 
K,Mn,0. and H,SO,. The compounds formed are CO., 
H,0. MnSO,, and K,SO, . Writing the equation and leaving 
space tor the factors, we have 

H,0, C.0.+ K,Mn,0.+ H.SO. = 

CO.-H K,SO.+ MrSO.+ H.O. 
Mn, in the first member lias 14 bonds, 
Mn, in the second member has 4 bondj 

Loss = 10 Hence loH.C.O,. 
C, in the first member has 6 bonds ; 
8 bonds. 



0.+ H.O. 

J 



Q in the second member 

Gain = 2. Hence 2K,Mn,0,. 
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Writing the equation and adjusting the factors for the 
HjSO^ and H,0, we have 

ioH,CA + 2K,Mn,0. + 6H,SO, = 

20CO, + 2K,SO, + 4MnSO, + i6H,0. 

Or the equation may be written (dividing the factors of each 
member by 2), 

5H.CA + K.MnA + 3H,S0, = 

loCO, + K,SO, + 2MnS0, + 8H,0. 

Testing to see if this is a true equation, we have 

In the In the 

First Member. Second Member. 

H 16 16 

C 10 10 

O 40 40 

K 2 2 

Mn 2 2 

S 3 3 

Hence it is a true equation. 

Example No. 7. Required the construction of an equation 
representing the oxidation of MnSO^ by K,Mn,Oe. The com- 
pounds entering into the first member are MnSO^, K,Mn,Oe, 
and H,0. Those entering into the second member arc MnO,, 
K^SO*, and H^SO^. Writing the equation and leaving spaces 
for the factors, wc have 

MnSO,+ K,Mn,0.+ H,0 = MnO,+ K.SO,+ H,SO,. 
By the first method we have 

MnO + = MnO^ 
Hence iMnO requires lO. 

MnA = 2MnO, + 0,. 
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Hence iK,Mn,Oe yields 3O. Now as iMnO requires lO and 
iK,Mn,0, yields 3O, we find that iK,Mn,0, will oxidize 
3MnSO^. Hence the equation 

3MnSO, + K,Mn A + 2H,0 = sMhO, + K,SO, + 2H,S0,. 

By the second method, 

Mn in the first member has 2 bonds ; 
Mn in the second member has 4 bonds. 

Gain = 2. Hence 2K,Mn,0,. 
Mn, in the first member has 14 bonds; 
Mn, in the second member has 8 bonds. 
Loss = 6. Hence 6MnS04. 

Hence the equation : 

6MnSO, + 2K,Mn.A + 4H,0 = ioMnO, + 2K,SO,+4H,SO„ 

which may be written as above 




Stoichiometrv is the arithmetic of chemistry. All that 
is required to solve the different stoichiometrical problei 
knowledge of chemical reactions and llie writing of chemical 
equations, and a knowledge of the principles of aritiimetic. 
Most of the problems which arise in the course of chemical 
analysis may be solved by simple proportion. 

The solution of the different probli:ms is best illustrated by 
the following examples: 

Calculation of Percentage from Weight.— Example 
No. I. — Five grammes of lead ore were taken for assay. A 
lead button weighing 2.466 gms. was obtained. What is the 
percentage of lead in the ore? 

S-O (weight taken) : 2.466 (weight found) : : ii 
X = percentage required = 49.32. 

Example No. 2. In the assay of a zinc ore 1.52 1 gms. were 
taken and 0,3346 gm. of zinc was obtained. Wliat is the 
percentage of zinc in the ore? 

1.521 : CX3246 :; 100 : j^; x = 2\,i^<f, 

Calculation of Percentage Composition from Chemical 
Formula.— The relation existing between the combining 
weights and the percentages of the constituents of & chemical 
compound is best expressed by a simple proportion in which 
irst two terms are the combining weights of these con- 
I atitucnts and the last two terms the corresponding percentages. 

3Jr 
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Example No. 3. The formula for barium chloridej 
BaCI, , 2H,0 ; required the percentage of Ba. 
We have the proportion 

243.8 : 136.8 : : loo : x; 



or, the combining weight of the compound is to the combining 
weight of the constituent whose percentage is required as lOO 
per cent is to the percentage required. 

In like manner the solution of the following proportions 
determines the percentages of CI and H,0, respectively 



243.8 : 71 :: 100 : x\ 

243.8 : 36 :: 100 : x. 

Ans. Ba = 56.11^; CI = 29.12*; H,0 = 

Example No. 4- The formula for magnesium sulphate is 
MgSO, . ^H.O ; required its percentage composition in MgO, 
SO,, and H,0. We have the following proportions 



Ans. 



246: 


40: 


: 100 


x; 


^=Mi;OK 


246: 


80: 


: 100 


x\ 


j:=SO,<. 


246: 


126. 


: IQO 


:x\ 


X = H,0|<. 


MgO 


= 16 


26K; 


SO, 


= 32-52*; H 



i 
I 



Example No. 5. — In the analysis of a limestone 1.0 gm. 
was taken for analysis, and a precipitate of CaSO, weighing 
0.812 gm. was obtained. A precipitate of Mg,P,0, weighing 
0.385 was also obtained. What is the percentage composition 
of the limestone in CaO and MgO? 
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56::o.8i2 -.x; jr = 0.334254 — weight of CaO; and 
0.334254 :: 100: Jr; x = 33.43* CaO. ~ 

80 :: 0.385 : -r; x = 0.1.39 = weiglit of MgO; andj 
0.139 ■■ '0° '• ^'- ^ = i3-90/< MgO. 
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Example No. 6. Required tlie percentages of CaCO, and 
MgCO, corresponding to llie pcrceiilages of CaO and MgO in 
Example No. 5. 

56: 100:: 3343 -.x; 4^ = 59.69!^ CaCO,. 
40: 84:: 13.90: J:; jr = 29.19!* MgCO,. 

Example No. 7. How many grammes of oxygen will it 
ike to convert 50 grammes of carbon into carbonic acid gas? 
As each part of carbon requires two parts of oxygen, we 
have the equation 

12 : 32 :: 50:^; x =i 133-33 gms. 

Example No. S, How many grammes of silver will 5 
grammes of sodium bromide precipitate from a solution of 
^ver in nitric acid? From tlie equation, 

AgNO, + NaBr = AgBr+ NaNO. 

we see that i part of NaBr will precipitate I part of silver; 
Junce the proportion 

103 : 108 : : 5 : ;r; x = 5.2427 gms. Ag. 



The Calculation of Factors. — In gravimetric analysis the 
substance to be determined is either sepanited in a state of 
purity and its weiglil is obtained directly (see Examples No. I 
and No. 2), or by the operations of the analysis it is obtained 
and weighed as a constituent of a compound whose formula is 
known fsee Examples No. 5). By the preceding rule ihewtight 
of iheconstiluent sought may be calculated. In Pnrt \\ factors 
have been given under ihc different determinations for the cal- 
culation of the weight of the constituent sought from the weijiht 
ot the compound obtained in the analysis. These factors are 
Hderived as follows: 



3^4 
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Example No. 9. Required the factor for the calculatio 
of 5 in BaSO,. 

As in Examples No. 3 and No. 4, we liave the equation 

232.8: 32:; I :x; x = 0.l3745-t-, 

which is tlie factor for S in BiiSO.. 

ExAMi'LE No. 10. Required the factor for the calculatia 
of Sn in SiiO,. 

We have the proportion 

150: 118 :: I : jr; x~fi.1%^J, 



which is the factor required. 

Example No. 11. In the course of an analysis nitrogen is 
converted into {NH.Cl),PlCI,, which precipitate is ignited and 
the weight of the resulting platinum is obtained. What factor 
will give the weight of the N? 

As one part Pt is combined with 2 parts N, we have the 
proportion 



19; : 28 : 



which is the factor required. 

Example No. 12. — What 
in Mg.F.O,? 



the factors for MgO and 

Atts. MgO 0.36036. 

P 0.2792& 

The Calculation of Formulae. — The deduction of an em-' 
pirical formula from the percentage composition is the reverse 
of the process of calculating percentage composition from for- 
mulae. 

Three cases may arise. 

First Case. — From the percciitages of single elements 
compounds. 



1 
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Example No. 13. Upon analysis a substance was [ouiid 
to contain the following parts in 100: 

H 2.04 

S 32-65 

O 65.31 

What is the formula of the substance? 

Dividing the percentage of eacli element by its atomic 
weight and reducing the quotients, we have 

H 2.04 -^ I = 2.04 •¥ 1.02 = 2 

S 32.65-5-32 = 1.02 -T- 1.02= I 

O 65.31 -^ 16 = 4.0S -k- 1.02 = 4 

Hence the formula is H,SO,. 

Example No. 14. Upon analysis a compound yielded the 
following percentages: 

C 52-20 

H ...13.05 

O 3SOO 



What is its formula? 



C 53.20-^12= 4.35^4.35 = 1 

H 1305-^ I = i30S^4-35 = 3 

O 35.00 -^ 16 = 2.187 -^ 4.3s =0.502 

Hence, allowing for error in the analysis, the formula is prob- \ 
ably C,H,0. which is the formula for ethyl alcohol- 

Second Caie.~V\am the percentages of groups of elements 
In compounds, isomorphous constituents being absent. 

It is general in the analysis of oxygen salts to calculate the \ 
percentages of oxides and water equivalent in quantity to tlicclc- 1 
merits. Tiic results of an analysis being stated in this manner, 
the percentages of the different elements may readily be com- 
puted, and from these percentages the empirical formula maybe ' 
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calculated by the preceding rule. The same result may 1 
attained by tlie following shorter course. 

Example No. 15. — Upon analysis 3 substance was found 
to have the following percentage composition: 




H,0. ..;... 51.20 

SO. 32-53 

MgO 16.24 

What is its chemical formula? ■ 

Dividing each constituent by its molecular weight and re. 
ducing the quotients to their simplest relations in whole num- 
bers, we have 

H,0 5 1.20 -^ 18 = 2.844+ -^ a40o6 = 7,09 

SO, 32.53 -^ 80 = 0.40066+ -^ 0.4006 = 1 .00 

■ MgO 16.24-4-40= outdo5 -^04Co6=I.oo 



Hence, allowing for error in the analysts, the probable ratii 
formula is MgOSO, .7H,0. Rearranging the order in which 
the symbols of the elements stand, we have the strictly em- 
pirical formula Mg5H,,0,,. 

Having obtained tlie empirical formula of a compound, its 
rational formula may be obtained by making any reasonable 
supposition regarding its chemical constitution and arranging 
the atoms conformably. For example, in the above case. 
allowing lO to the Mg we have loO remaining and 14H. 
Assuming that the H is combined with O as water of crystalli- 
zation we have 7H,0, which still leaves 3O to be combined 
with the S as SO,. Hence the formula MgOSO,, 7H,0. or 
M5S0..7H,0. 

Third Case. — From the percentages of groups of elemt 
in compounds, isomorphous constituents being present. 

In the deduction of formula it should be remembered 
closely related radicals may replace each other in all propor- 
tions. Tiiis is especially true of the basic metals. Generally, 
elements of like valence are found replacing one another; bi 



I 

re. 

m- 

ion^^H 
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in some cases equivalent amounts of elements having different 
valence replace each other. 

ExAMPLli No. 16. Penfield* found by analysis of triphy 
iyte the following composition: 



P.O. ■ 
FeO.. 
MnO.. 
CaO.. 
MgO.. 
Li.O.. 
Na,0. 
H,0.. 



.44.76 
, 26.40 
..17.S4 
. . 0.24 
■■ 0.47 
.. 9.36 
•■ 0.3s 
. . 042 



What is the formula for the mineral? 



99.84 



Molecular Weights. Mol. Raiio 
...44.76-!- ]42 = .3I5 X 2 
. ...26.40 -^ 72 = .366 = Fe 

... 17.84 -i- 71 =-251 
. . . 0.24 -i- 56 = .004 
... 0.47-!- 40 = .012 

9.36-!- 30 = .312 X 2 



Alo 


mk Ralio. 


P .630 


Fe 


366. 


Mn 
Ca 


004 1 ■'■* 


Mr 


012-1 


Li 

Na 


"^!=«''^34 


2 


525 



P.O.-- 
FeO.. 
MnC 
CaO.. 
MgO.. 
Li.O.. 

Na,0 03s -H 62 = .005 X 2 = 

[ H,0 0.42 

I In this cane the small amount of water may be disregarded. 
The atomic ratio column, with the adjoined symbols, is the 
empirical formula. 

As is to be expected, when isomorphous constituents are 
present, the number of different atoms are not in any simple 
ratio. Hence it remains to unite the atoms of such elements 
as are supposed to be capable of mutually replacing each other, 
and ascertain if the numbers thus obtained are in any .simple 
proportion. For this purpose let R" represent one atom of 
any dyad basic metal and R' one atom of any nomad bas'C 



■Frescnius, Qi 



Chemical Analysis, p. 847. 
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metal present. Tlic atomic ratio, obtained as above, is < 

pressed by the formula R".„R'„.P,„0 or dividing by63t 

almost exactly by K"R'FO,, whicli is equal to 

(P0)"'^0>*^", 
^O— R' 

anhydrous normal lithium phosphate in which iron !s partially 
replaced by manganese, magnesium, and calcium; and lithium 
to a slight extent by sodium. 

Omitting oxygen from the above calculation, we have 
R"R'P. Referring to the percentage computation, it is seen 
that two P require five O; two R' one O; one R" one O. 
Doubling R"R'P and appending to each constituent the re- 
quired oxygen atoms, we have R".O.R',OP,0, = R",R',P,0, 
= R"R'PO.. as before. 

Example No. 17. A lead blast-furnace slag upon analysis 
gave the following percentage composition: 

SiO 36.0 

FeO 28.8 

CaO 28.0 

Al.O. 7.6 

100.4 
Required a formula which represents the composition? 

Molecular Ralio. Atomic Ratio. 

SiO, 36.0 -^ 60 = .6 SiO, .6 

FeO 28.8-=- 72^.4 Fe .4 U" „ 

CaO 280-^ 56 = . S Ca .5 f '^ 

Al,0, 7.6 -^ 102 = .075 Al .15 R'" .15 

Dividing this atomic ratio by 0.15, we obtain the formula 

R."R"'Si, . or {R,"0,).{R,'"0,KSiOj. = (R"0)„(R." 0.)(SiO„).. 

Caiculations involved in the Making-up and Use of 

Volumetric Solutions. — Example No. 18. Required the 
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amount of sodium bromide necessary to add to water in order 
to make a solution o( which l cc. will exactly precipitate o.0l 
gm. of silver? 

From the equation 

AgNO, + NaBr = AgBr-|- NaNO, 



we see that t atom of Br precipitates 
the proportion 



atom of Ag. Hence 



108 : 103 : : 0.01 \x; x = 0.009537 ; 

to8 being the atomic weight of Ag and 103 being the molecular 
weight of NaBr. Consequently if lOOO cc. is the quantity of 
standard solution required, weigh out 9.537 gms. of pure dry 
sodium bromide, dissolve, and dilute to 1000 cc with distilled 
water. 

Example No. 19. Upon trial of the sodium-bromide solu> 
tion as made up in the preceding example each cc. was found 
to only precipitate 0.00956 gm. of Ag. Required the amount 
of the salt which sliould be added to 1000 cc. so that each cc. 
will precipitate exactly O.Ol gm, of Ag? As 9.537 gms. of 
NaBr were taken in making up 1000 cc. of the solution, we have 
the proportion 

0.00956 : 0.01 : : 9.537 : -r; x = 9.9759 gms., 

which is the amount of sodium bromide which should have 

been taken. Hence 9.9759 — 9-537 = 0.4389 gm. of NaBr to 

be added to each looo cc. of the solution to make it normal. 

Example No. 2a An acid solution of ferrous sulphate 

^1 contains 0,215 gm. of iron. How many cc. of a solution of po- 

^H tassium permanganate containing o.oi gm. of K,Mn,0, in each 

^^ cc. will be required to convert the ferrous sulphate to ferric 

sulphate? 

By reference to the equation representing the oxidation 
(sec Part IV, Chapter I) we see that i molecule of K,Mn,0, 
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weight of loFe is 560 and the molecular weight of 
is 316.2; hence 



560 : 316,2 :: 0.215 : :t; x =0.1214. 
Now, as each cc. of the solution contains o 01 gm. K,Mn,0, and 



f iIsMn^t^H 



D.1214 gm. arc required, we will require — 



o. 1 2 1 4 _ 



12.14 cc. of 



the solution. 

Example No. 2t. A solution of potassium permanganate 
was found to be of such a strength that each cc. was equivaleiri 
to (would oxidize) 0,0093 g^n. of iron. What is the value ( 
the solution in terms of manganese? 

By reference to the equation for the precipitation of mai 
ganesc by potassium permanganate (see Part IV, Chapter tfl 
we see that i molecule of K,Mn,0, will precipitate 3 atoms c 
Mn, whilst each molecule of K,Mn,0, will oxidize 10 moleculfll 
of Fe. Hence the proportion 

560 ; 165 : : O.O093 : x; x = 000274; 

560 being the molecular weight of loFe and 165 being t 
molecular weight of jMn. 

Example No. 22. Having prepared and standardized the 
following solutions, required the equivalent of the iodine solu- 
tion in terms of sulphur: 

A solution of potassium bichromate of which i cc. = O.OOfl 
gm. Fe. 

As I equivalent of K,Cr,0, oxidizes 6 equivalents of Fe, 1 
have the proportion 

336 : 294. 5 : : 0.005 '^'' ^ =0.004382 ; 

or. each cc. of the bichromate solution contains 0.004382 ( 
of K.Cr.O,. 

A solution of iodide of potassium was prepared by dissolve I 

' I gm. of pure KI in 500 cc. of water and 5 cc. of HCl. T* 

solution 25 cc. of the bichromate solution was addedi 
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Now, as 294.5 parts of K,Cr,0, will liberate 761.1 equivalents 
of iodine (see Part II. Chapter U). we have the proportion 

294.5 '■ 761-1 :: o. 10955 - -*■; -"^ = 0.28312; 

or, the 25 cc, of bichromate will liberate 0.28312 gm. of iodine. 
Upon the addition of sodium-hyposulphite solution to this 



solu 



ntair 



0.2831: 



.-of free iodiii 



:. were rt-- 

quired to decolorize the solution. Hence each cc. of the hypo- 
sulphite solution contains sufiicien NaH5,0, to react on 
o.oi iS gm. of iodine. 

Ten cc. of the hyposulphite solution were then drawn off, 
diluted with water, a iew drops of starch solution were added, 
and the iodine solution to be standardized was run in until the 
blue color was destroyed. 30 cc. being used. 

As 10 CC. of the hyposulphite solution would react on 0.1 180 
gm. of iodine, each cc. of the iodine solution contains 0.0059 
gm. of iodine. From the equation 

H.S-+-2l = 2HI + S 



we have the proportion 

253.7 : 32 :: 0,0059 ■^'< 



- 0.000744; 



or, each cc. of the iodine solution is equivalent to 0.000744 
gm. S. 

Calculation of the Results of Indirect Analyses. — Ex- 
ample No. 23. In the analysis of a mineral containing both 
calcium and strontium the Ca and Sr were separated, converted 
into CaCO, and SrCO, . and the mixed carbonates were weighed 
together. Subsequently the caibonic acid was determined. 
The weight of the mixed carbonate was 0935 gm. and the 
weight of the carbonic acid which the mixed carbonates con- 
tained was 0.362 gm. Required the corresponding weights of 
CaO and SrO. 



K<A. W(. CO.. 



Mol. Wl. SrCO,. 

: 147.5 •■ 



Wl. CO,. 
0.362 
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If, therefore, the whole of the carbonic acid were combined 
with strontia, the weight of the carbonate would be 1.21352 
gms. The difference (1.21353 — 0.935) = 0.27852 's propor- 
tional to the calcium carbonate pre^nt, which is calculated 
as foUow.s : 

The difference between the molecular weight of SrCO, and 
the molecular weight of CaCO, (47. 5) is to the molecular weight 
of CaCO, (lOO) as the difference found is to the calcium car- 
boiiate contained in the mixed salt; or, 

47.5 : 100 :: 0.27852 : x; .r = 0.5864. 



Therefore the mixture contains 0.5864 gm. CaCO, and 0.3486 
gm. SrCO.. 

Calculations involved in the Analysts of Gases. — Reduc- 
tion of the Volume to •wJtat it would bi in the Normal Slate. — 
Tlie tension, and therefore the volume of the gas, depends 
upon: The pressure; the temperature; the state of moisture. 

Gases are measured in their condition at the lime at which 
the measurement is made; that is, at the atmospheric pressure 
as indicated by the barometer and at the temperature as indi- 
cated by tile thermometer, and. as the confining liquid is gen- 
erally water, in a stale of complete saturation with moisture. 
Hence it is necessary to reduce the volume of the gas. as 
measured under known but varying conditions, to the volume 
wliich it would have at the normal barometric pressure of 760 
millimetres, at the normal temperature of 0° C, and in tlie dry 
state. 

According to Boyle's law, the volume of a gas varies in- 
versely as to the pressure to which it is subjected. If 

V, = the volume at the normal pressure sought; 
K= the volume at the barometric pressure B\ 

B ~ the Slate of the barometer at the time of tlie observa- 
tion, — we have 



"760- 



STOICHIOMETR Y. 



333 



The expansion by heat of a gas is j^j of its volume at o" 
for cacli degree C. 

Hence, if a gas measures 273 cc. at o" C, it will measure 
373 + / cc. at /" C. If 

Vf = the volume of the gas at tlie normal temperature ; 

V =. the volume o( tiie gas at tlie Ceinperatiirc t\ 

t = the temperature at the time of observation, — we have 

273 + ' 

If a gas is saturated with moisture by contact with water, 
it always takes up the same quantity of water under tiie same 
conditions. This water is itstif transformed into tlie gaseous 
state, and exerts a certain pressure called f/tf Unsion oj aqueous 
vapor. This tension of the aqueous vapor increases as the tem- 
perature increases. This tension has been determined experi- 
mentally (see Tables), and must be deducted from the observed 
barometric pressure in each determination. 

If B — /"= the corrected barometric pressure, we have the 
following formula, which embraces all corrections: 



. ^ rX273X(g-/) 
(273 + X 760 ■ 



(A) 



The reduction of the volume of a gas to the normal state 
may be omitted in cases where only approximate results are 
required, and also in detcrminalions which are made rapidly, 
as material changes of pressure and temperature are not to be 
expected. 

To reduce the volume of a gas from the normal state to 
that which it would occupy at a different pressure and tem- 
perature, and in a state of complete saturation with moisture, 
we have the equation 

Kf273 + /)76o 

m{B-/) ■ ■ • ■ 



v= - 



(B) 



Example No. 24. A gas measur 
volume of lOO cc, the barometric pressure being 730 



water occupied : 
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the temperature being 25° C. What will be its volume at 760 
mm, and 0° C. ? 

Substituting in formula A, we have 



100 X 273 X (;3o- 23-58) ■ 



85. IS cc. 



Example No. 25. The volume of a dry gas at 760 mm, 
pressure and 0° C. was lOO cc. What volume would it occupy 
if saturated with moisture at a temperature of 40° C. and 740 
mm. barometric pressure? 

Substituting in formula B, we have 



100(273 +40)760. 



127.2 cc. 



273(740 - 55) 
Calculation of Percentage by Weight fro 



\ 

py 
40 

I 



Having measured the volume of the gas and reduced this 
volume to the normal slate {Examples No. 24 and No. 25), its 
perccntaf^e by weight may be obtained by means of Table IV, 
showing the absolute weight of gases (Tables). 

Example No, 26. What is the percentage by weight of 
nitrogen in a substance of which 1.0 gm. yielded 40 cc of dry-, 
nitrogen gas at 0° C. and 76a mm. barometer? 

By Table IV we see that looo cc. of dry nitrogen at o' 
and 760 mm. weighs 1.2562 gms. : hence 



1000 : 1.2562 : : 40 : :r; -r = O.05025 gms.; 
1,0 : 0.05025 :: loo : *; x = 5.025!^ N. 



Example No. 27. One gramme of a substance up<m 
analysis yielded 150 cc. of carbonic-acid gas, the gas being 
measured at 23° C. and 750 mm. barometer. What is the per- 
centage of carbon in the substance? 

Substituting in equation A, we have 



I 



_ 150(273 X 730.3) . 
(273 + 22)760 



1340s <x. 
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By Table IV we find that looo cc. of dry CO, in the normal 
state weighs 1.9663 gms. ; hence 



1000 : 1.9663 :: 134.05 -.x; x = 0.2636 gm.; 



1.0 : 0.2636 : : loo : x\ x ■=. 26.36<t CO,; 



44 : 12 :; 26.36 -.x; x = 7.i8)< C. 

When the percentages of the different gases are deter- 
mined by volume (see Part III, Chapter XI}, the calculation 
will be as follows, no corrections for barometric pressure, tem- 
perature, etc., being necessary: 



Analysis of Coal Gas. 

Volume of Gas emptoyed, loo cc. 

A. Estimation of the Absorbable CtmslitueHts. 

= 1.4 volume percent 



{ After absorption with caasilc potash 

Decrease ol volume 

Atlet ibEorpiiun by bromine water and removal 
ol the bromine lapor by cauatic potash 94, 

X After abiorplion by fuming nitric acid and re- 
moval n( the niiroLs fumes by caustic potash. 93 
Decrease 

1 After absorption by potasvlam pyrogallate , 



8 " =3.8 per 



ethy. 



propylen 



i.o per cent benilne 

S " 

3 '■ =; 0.3 percent oxygren. 



I No n-absotbable remainder S7.0 " 
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B. Estimation of tlie Hydrogen and Methane. 

A portion of the unabsorbable remainder is now drawn off 
into a eudiometer, mixed with oxygen, and exploded. 

Volume of unabsorbable remainder drawn off into 

eudiomeier (corresponding to 35 cc. of the orig* 

inal gas) 30.5 cc 

Volume before explosion (57 cc. of oxygen added).. 87.5 ** 

Volume after explosion 500 ^* 

Decrease (H,0) 37.5 " 

Corresponding to hydrogen 25.0 '* 

Oxygen ... X2.5 " 

Volume after absorption of carbon dioxide with 

potassic hydrate 43.0 '* 

Decrease (CO,) 7.0 •• 

Corresponding to carbon 2.33 '* 

•• •• oxygen 4.66 " 

Oxygen added 57.00 ** 

Oxygen combined as water and carbon dioxide 

(12.50 + 4.6C) 17.16 •• 

Oxygen remaining after treatment 39*84 ** 

Volume of oxygen and nitrogen remaining after 

treatment • 43.00'' 

Nitrogen (43.00— 39.84) 3.16 " = 9.03^ nitrogeo 

Carbon calculated to methane (CH4) 11.65 " = 33*38j( methane 

Total hydrogen 25.00 

Less hydrogen calculated to methane 9.32 

Hydrogen X5.68 " = 44.80^^ hydrogen 






CHAPTER in. 
THE CALCULATION OF LEAD BLAST-FURNACE CHARGES. 

The calculation of a lead blast-fumacc charge is a more 
or less complex problem, owing to the many different points 
which have to be taken into consideration. Consideration 
must be given to the following: 

First. The charge must be calculated so as to produce a 
slag which will be good from both a metallurgical and an 
economic standpoint. A good metallurgical slag is one which 
Ls fusible, is adapted to the ores to be treated, should keep 
the furnace in good condition, should allow of a good separa- 
tion of matte and speissc from the slag, and should be low in 
both lead and silver. An economic slag is one which will fulfil 
the above conditions and at the same time allow an economic 
mixture of the ores to be treated and require a minimuni 
amount of costly flux. For example, at the present smelting 
centres of the West the majority of the ores received are dry 
silicious ores, and these are the ores in which there is the 
largest margin of profit. Lead, iron, and lime are necessary 
fluxes which have to be added to the charge to produce the 
proper amount of bullion and the proper slag, and these fluxes 
are more or less costly, as they have to be purchased at a price 
which allows little or nothing for smelting, and for every pound 
of flux added to the charge one pound less of ore, in which 
there is a profit, can be added. The amount of time, fuel, 
labor, etc , expended in smelting a pound of flux is the same 
as that expended in smelling a pound of ore. The following 
table gives the different type slags which are good metallurgi- 
cal slags. 
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Slag A is a good slag, which has beea used in Utah and 
elsewhere for several years. It is especially adapted to ores 
carrying considerable alumina. This slag cannot be success- 
fully made with impure ores having a high percentage of zinc. 

Slag B is a (avoiite slag with Utah smelters, and is one of 
the best slags which we have, being more fusible and driving 
faster than A. This slag is not adapted to ores containing^ 
high percentages of zinc. 

TABLE OF TYPE SLAGS. 



Noutlon. 


P.?&.. 


P^^g.. 


P-fSi,. 


ZnO. 
Pn CeiiI. 


A 


.15 


88 


18 






34 


34 








3-1 


34 




7 








30 
















a8 10 30 


54 







Slag C is a favorite type with Colorado smelters, as it runs^ 
well with high zinc charges, which is generally the rule in 
Colorado. As the per cent of zinc on the charge decreases the 
per cent of lime is raised, the slag more nearly approaching 
type B in composition. Types B and C really belong to the 
same general type, and are very similar in many of their physi- 
cal properties. 

Type D is a most excellent slag, generally known as " the 
half slag." This slag was formerly much used by Colorado 
and Utah smelters, but owing to the scarcity of iron in the 
ores of late years it is seldom used now. 

Slag E is what is generally known as "the quarter slag." 
and was much used in the early days of smelting in Utah and 
Leadville when the ores were generally oxidized ores carrying 
a high per cent of ferric oxide. It is a most excellent slag, 
and answers all metallurgical purposes, but can only be run in 
exceptional cases owing to the prevailing scarcity of iron in the 
ores. 

Slag F is not as good a slag as any of the foregoing, and iU 
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only to be recommended in certain rare and isolated places 
where there is a large excess of iron iii the ores, and silicious 
ores are not available. 

In all of the above types the sum of tiie SiO, , FeO, and 
CaO is considered as making about 90 per cent of the slag 
constituents. This will be found to be the case except when 
the ores contain much ZiiO and Al,0,, MiiO being considered 
as FeO and MgO and BaO as CaO. Up to certain limits MnO 
will satisfactorily replace FeO, and the same may be said of 
MgO and BaO as regards CaO. Too much MnO (above 7 
per cent or 8 per cent) seems to have a tendency to carry silver 
into the slag and too much MgO or BaO (above 4 per cent or 
5 per cent in higii lime slags) lias a tendency to render ihe 
slags more infusible and pasty, and is liable to cause trouble 
in the furnace. 

Second. The charges must be calculaed with regard to the 
ore supply on hand, and what may be expected from ihe daily 
receipts of ore ; that is, the products of the roasting and fusing 
furnaces, and the raw smeltiiig ore coming to the works, must be 
used in about the proportions in which they exist, so as to not 
have a surplus of certain ores or products on hand. Hence the 
metallurgist must keep posted as to the condition of the ore 
market, and the ore-buyer must keep posted as to the require- 
ments of the metallurgist. 

Third. The charge must not only be so calculated that we 
will have a sufHcient amount of lead on the charge, but also so 
that the bullion will be of the proper grade. In the early days 
of smelting in this country a 20-per-cent lead-charge was not 
unusual, while at the present time a i2-per-cent charge may 
be staled as the average charge. As low as a 6-per-cent lead 
charge has been successfully smelted, but for good work, on 
fairly high-grade bullion, lo per cent may be considered as the 
limit. A charge of over 12 per cent is rarely permissible in the 
Western smelting centres on account of the scarcity of lead and 
its higli cost as a flux. The grade of the bullion must be taken 
into accoimt, as, for example, some refiners will not pay for gold 
in the bullion if it is less than 1 ounce per ton, and gold ores 
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are frequently scarce, Tlie smelters generally pay for 95 per 
cent of all the gold in ores which assay over o i ounce per ton. 
Also, on account of freight rates and refining charges many 
smelters are required to keep the silver contents of the bullion 
within rather narrow limits, as, for example, not below 250 nor 
above 300 ounces per ton. Account must also be taken of the 
silver and lead losses in smelting, the amount of silver and lead 
which goes into the matte, and the amount of silver and lead 
which goes into the flue-dust, in determining the amount of 
bullion which should be produced. No exact rule can be given 
for determining these points, as they will differ according to the 
individual practice of the works, and can only be settled by the 
actual results at any particular works. 

Fourth. In addition to the stag and bullion-making ele- 
ments present in the charge, we have such elements as sulphur 
and arsenic, part of which elements go to make matte and 
speisse (a small amount also passing into the bullion), and part 
are volatilized in the furnace. The composition of pure iron 
matte is FeS, but as the furnace-matte invariably contains Cu, 
Ag, Pb, Zn, and other conslituents of the charge, its composi- 
tion is variable. The composition of speisse varies from Fe.As 
to Fe.As when pure; "but it almost always contains Cu, Co. Ni. 
etc. Hence no exact rule can be given for the allowance of 
iron to be made for the sulphur and arsenic on the charge. 
just what the composition of the matte and speisse will bc.and 
what the loss of sulphur and arsenic will be, will depend on the 
character of the ores under treatment and the working of the 
furnace. These points can only be determined by actual prac- 
tice in each individual case. A rule which answers very well 
(until a more reliable one can be formed based upon the actual 
results from the working of the furnace) is to allow sufficient 
iron to convert ore half of the sulphur on the charge into FeS. 
For arsenic allow sufficient iron to convert alt the arsenic on 
the charge into Fe.As. As the smelting of sulphide and 
arsenical ores is now usually preceded by roasting, the amount 
of S or As on the charge will not be very large. 

In the case of ores containing copper, which is almost alwaw 
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present, the charge must contain sufficient sulphur to convert 
all of the copper into mntlc, as otherwise there will be trouble 
with the lead-well and hearth of tlie furnace. 

Fifth. The siie of the charge and the amount of fuel must 
be taken Into consideration. The size of the charge will de- 
pend, to a great extent, upon the size of the furnace. A usual 
charge is from 700 to icxxi pounds — the latter being a very 
convenient ore-and-tlux charge (or a modem, large-sized blast- 
furnace. In making up a charge, the total weight will fre- 
quently run under or over the weight which is desirable, but 
as the question is simply one of proportion the desired total 
weight can be obtained by increasing or reducing the weight 
of each ore, the limestone, etc, by o.r, 0.2, or wliatevcr pro- 
portion will give the desired weight. The weiglit of fuel to be 
used will depend upon the character of the charge, tlie fusibil- 
ity of the slag, the altitude of the place at which the smelter is 
situated, the character of the coke and charcoal, and tlie di- 
mensions of the furnace. The fuel is usually spoken of as such 
a per cent of fuel, which per cent may vary from 12 to 24, 
This per cent is such a per cent of the total weight of the ore 
and flux exclu.>iive of wdiatever slag, from previous operations, 
may be on the cliarge, unless the amount of slag is large, when 
some fuel must be allowed for it. The amount of sulphur on 
the cliarge will affect the fuel-charge, as some of the sulphur 
will act as a fuel. The amount of lead will also affect the 
amount of fuel necessary, as high lead-charges will require con- 
siderably less fuel than low lead-charges. As an example of 
the effect of altitude, at Leadville (lO.OOO feet above sea-level) 
from 20 to 33 per cent of fuel is necessary, whilst at Denver 
(5000 feet above sea-level) 15 to i7percent is the usual charge, 
the ores and fuels in both cases being practically the same. 
The character of the fuel will make a considerable difference, 
as, if the coke is poor and friable, there will be considerable 
waste in handling, and in the furnace, for wiiich allowance must 
be made. The amount of ash which the fuel contains and its 
composition will also have to be taken into consideration. In 
the winter, when the coke is apt to be damp from snow and 
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rain, allowance must be made for the moisture by allow! 
increased weight of coke. 

The above percentages of fuel are based upon a good, hard, 
dry coke, containing about lo per cent of ash, which contains 
from 55 1065 percent of silica. High lime-slags, and especially 
those which contain much baryta, will require a slight increase 
in tiie per cent of fuel. 

From the above it will be seen that to calculate a charge 
the first step is to assume the different ores and their amounts 
which we will have on ihe charge, due consideration being given 
to the above points when making this assumption. The second 
step is to find the total amounts of silica, ferrous oxide, lime, 
etc., in the weights of ore as assumed, which is accomplished by 
multiplying llie weight of each ore by its per cent of silica, 
ferrous oxide, etc., and taking the sum of the different weights ; 
a convenient way being to tabulate the results as illustrated in 
the examples. 

If we assume the following notations for the totals and per- 
centages : A = pounds of SiO, in the ores (total) : B = pounds 
of FeO in the ores (total): C= pounds of CaO in the ores 
(total); rf=^per cent of SiO, which the iron ore (iron-flux to 
be added) contains; e = per cent of SiO, which tlie limestone 
(lime-flux to be added) contains; /= per cent of FeO in the 
iron ore ; / = per cent of CaO in the limestone ; JC = pounds 
of iron-ore required, and Y= pounds of limestone required^f- 
we have for slag A 



iA+Xd+Ye) = £ + X/ 



«Vr« 



?<- 



JH+ Yr) = S + J(f,. 



(■) 



C+Y/= B + X/. 



(^) 
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Solving equation (2) with respect to K, we have 

Y=?±M^. (AO 

SubstftuGng this Value of Y in equation (i), we have 



« « 



Reducing and transposing, we have 

iXfl - A^ef - A^dl =4A/+4Bf- 4O - sBl 

Solving with respect to X, we have 

4Al+ 4Be-4Ce-sB/ 
'^- s//-4f/-4d/ ^^> 

For slag B we have 

A-\-Xd-\-Ye=B + X/, (i) 

g(5 + XJ)=C+YL (2) 

Solving equation (2), with respect to Y, we have 

X2B+ 12A7- i7C 
* — 17/ V") 

Substituting this value for Y in equation (i), reducing and 
solving, we have 

17AI+ \2Be - lyCe- \yBl 
^~ \7f I - i2e/ - ijdl ' • • • W 
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In like manner we obtain for slag C 

^ 2AI + Be " 2BI ^ 2Ce 
^•" 2fl-ef^2dl t • • • • (C) 

and in like manner for slag D, 

^ 4AI + 2Be - jBl - 4Ce 

y^i±M^ (D-> 

and in like manner for slag E, 

„ 8A/+2Bf-sB/-SCe 
^"~ ifl-2fe-Ul ^^' 

and in like manner for slag F, 

gAl+ B e-sBl-gCe 
^-—^l-gdl-/e • • • • • (P) 

K=^+f^^. (F') 

In like manner general equations may be deduced for any 
type of slag which it is desired to make. 

Having obtained the above formulae it is only necessary to 
substitute for A, B, C, d, etc., their proper equivalents in the 
first formula to obtain X. Having obtained JT, substitute its 
value, together with the proper equivalents of B,f, dT, and /, in 
the second formula to obtain K 

The calculation of a charge is best illustrated by the follow- 
ing examples : 



I 
I 
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ExAMPr.E No. 1 . We have 50 tons per day of fused ore, 80 
tons per day of roasted ore and matte, a bed of 2000 tons of ore 
whicii it is desirable to smelt in about two weeks, and a supply 
of silicious silver ore which it is desirable to smelt as rapidly as 
possib.c. In addition (ve have a regular supply of iron ore, 
limestone, and coke. The analyses of the ores arc as follows : 
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• Aih u to per cent. 

Suppose we assume that we will smelt the ores in the same 
proportions as we have them on hand and smelt 50 pounds of 
sihcious silver ore per charge, and use 150 pounds of coke for 
a 1000 charge. A convenient method is to tabulate the results 
as follows : 
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Calculating one half of the sulphur to Cu,S and FeS, wc 
I have: 126.8 (mol. wt. of 2Cu) : 1 58.8 (mol. wt. of Cu.S) rig-S 
I (lbs. Cu) : X (lbs. of Cu.S) ; X = 12. 

Hence 12 — 9.6 =: 2.4 lbs. of S which the Cu present will 
I take up. Now -^ — 2.4 = 6.1 lbs. S to be taken up by Fe. 

Hence 32 (at. wt. S) : 8S (mol. wt. FeS) ; : 6.1 :a- (lbs. of FeS 
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which will be produced by excess of S); x =16.7. Hei 
16.7 — 6.1 = 10,6 lbs. of Fc necessary to take up excess of S, 
The following gives tJie amount of FcO to be deducted from 
tlie total pounds of FeO on the charge on account of sulpliur, 
10.6 X 4 = 13A and 144.0 — 13.6 = 130.4 lbs. of FeO avail- 
able. 

From an inspection of the above totals slag " C " appears to 
be an economical and good siag to make. Substituting in 
equations (C) and (C) we have 



:i8a,5X.5) + (l 30-4X.o5'-(aXno.4X.5)-(J> 
It -^ 1: V %\ — (t: « ntl ™ li K .1 V .11 



- - . - - - „ , 'SX.os) _„, ,. 

(aX.7iX.5)-(75X.05)--(2X.i X .5) ~'' ' 



_ r3o.4 + <93.3 X .75)-(a> 
a XS 



170.3. 



As some of the zinc is volatilized, some passes into the 
bullion and matte, and some goes into the wall accretions of the 
furnace, it is necessary to assume what amount will pass into 
the slag. If we assume that 80 per cent of the zinc passes into 
tlie slag as ZnO, we will have 35,6 pounds of zinc oxide avail- 
able as slag-making material. In order to calculate the per- 
centage composition of the slag, which will result from the 
above charge, it will be necessary to calculate the pounds of 
SiO,, FeO, CaO, etc., in the weights of iron ore and limestone 
on the charge as determined above, and add these weights to 
the above weights of available SiO,, FeO, CaO, ZdO. and 
Al,0, to obtain the total weight of slag-making material on the 
charge. Making this calculation, we have 200.3 (pounds 
SiO.) + 20D.3 (pounds FeOi-f-ioo(pounds CaO) -|-35-6(pounds 
ZnO) + 16.S (pounds Al.O.) = 552.7. As these elements will 
not make up the total composition of the slag, it always carry- 
ing S, Pb, etc., it will be necessary to assume what proportion 
of the slag it will make up. If we assume that these elements 
will make 97 per cent (an assumption which will usually be ven 
near the actual results) we will have 

^_ _ '<»3 X 97 _ 
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FeO = 
CaO = 



55^7 
lOO X 97 



= 35- '7 P^"" cent, 
: 17.5s per cent, 



ZnO = - '^ ^ ^^ = 6.24 per cent, 

16. t; X Q7 
AI.O, = ,-^ = 2.89 per cent, 

which shows the calculation to be nearly correct for the type 
of slag chosen. The amount of lead on the charge is usually 
spoken of as so many per cent, referring to the total ore and 
fiux charge. The following is the calculation of the lead on 
the above charge : 



wo ( pounds 0/ lead ) X 100 
873.5 \pouiu%soJ ore and flux) ' 



■■ 12.6 per cent. 



In order to arrive at the amount of bullion and matte which 
should be produced and its assay value, it would be necessary 
>to a-ssume the following: 

First. The amount of the charge which will pass into the 
flue-dust. Tills will depend upon the amount of fine material 
on the charge, the pressure of the blast, the height of the 
furnace, and the condition and working of the furnace. 

Second. The losses in lead, silver, and gold in smelting (by 
volatilization and in the slag). These will depend upon the 
character of ihe ores and composition of the slag and the work- 
ing of the furnace. 

Third. The amount of lead, silver, and gold which will pass 
into tlie matte. These will depend upon the character of the 
■lag. the per cunt and character of the fuel, and the working of 
the furnace. 

All of these are variable, and will not only vary at different 
works, but will vary from time to time at any works, owing to 
the changes in the ores, the working of the furnaces, etc. 
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After a works has been in operation some time, reasonab^T 
close constants may be di:duced for these variables from tile 
actual results obtained in smelting. 

In llic above example, suppose we assume that 2 per cent 
of tlie charge will pass into the flue-dust : that the silver loss 
in smelting is 3 per cent; that the lead loss in smelting is 8 per 
cent; that the gold loss in smelting is nothing (it is usually 
unnecessary to make any allowance for loss in gold, as a works 
will usually produce more gold than is purchased, owing to the 
fact that many of the ores contain small quantities of gold 
which are not taken into account, and other causes): that the 
matte will carry about 10 per cent of lead, and that the lead 
passing into the matte will carry with it the same proportion 
of silver and gold as the lead in the bullion contains. Then, 
if the Cu,S, FeS, and Pb make up 90 per cent of the matte, 
we will have 

1 10 — 9 (loss in smelting) = loi pounds of lead. 

101 — 2 (amount passing into the flue-dust) = 99 pounds of 
lead. 

17.4s — 05235 (loss in smelting) = 16.9265 ounces of silver. 

16.9265 — a3335 (amount passing into the flue-dust) = 
16.588 ounces of silver; and 0.135 —0,0027=0.1323 ounces 
of gold available for matte and bullion. 

The composition of the matte will be Cu,S, 12 pounds; FeS, 
16.7 pounds; Pb, 3.6 pounds. Balance (to per cent), 3.6 
pounds. Total = 35.9 pounds. 

16.588 X 3-6 , . ^ 

— = 0.6032 ounce Ag m matte ; ^H 

99 ^H 

0.1323 X 3.6 „ . . ^H 

— = 0.00481 ounce Au m matte. 

99 

The assay value of the matte in ounces per ton of 2000 
pounds wilt be 
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The following calculation gives the amount of bullion which 
should be produced and its assay value: 

16.588 — 0.6032 = 15.9848 ounces Ag in bullion, 
and 

0.1323 — 0.00481 = 0.12749 ounces Au in bullion* 

/ ^. . 15.98 + 0.127 ^ ,, ., ... 

(990 — 3.6) + -=^^^ — —^ — - = 96.51 lbs. of bullion 

14.55 

which should be produced. The assay value in ounces per ton 
of 2000 pounds will be 

15.9848 X 2000 

^^^ = 331.2 oz.Ag, 

and 

0.12749 X 2000 ^ . 

— —^ = 2.64 oz. Au. 

96.51 ^ 

The total pounds of ore and flux on the charge is 873.5. If 
we desire a 1000-pound charge, this weight is too small by 
about 15 per cent. Increasing the weight of each ore, the iron 
ore and limestone by 15 per cent, we have, for the charge, fused 
ore, 115 pounds; roasted ore, 184 pounds; bed, 345 pounds; 
silver-ore, 62.5 pounds; iron ore, 107.2 pounds, and limestone, 
194.9 pounds. 

As it is usual to set the furnace scales only to every 5 
pounds difference in weight, the charge would be — 

Pounds. 

Fused ore, 115 

Roasted ore, 185 

Bed, 345 

Silver ore, 65 

Iron ore, I lO 

Limestone, 195 



I 



1015 
Coke (15 per cent of 1015), ... 150 
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As the analyses are made on tlie dry ore, allowance r 
be made in making up the charge for the moisture wiiich the 
ores contain. In the above example tlie only ores liable to 
contain sufficient moisture to require allowance for it are the 
bed and the iron ore. Allowance would be made in the case 
of these two ores by adding such a number of pounds as the 
moisture determinations, made from time to time, show to be 
necessary. 

Example No. 2. Suppose we have the following ores: 
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If we smelt the ores in the proportions in which wc have 
them on hand and use ore D for iron-flux, we have 



On. 


Charge 


fS; 




a. 


l.b> 

A 1.0, 


z%. 


Ll». 

S, 


Cu. 


.Pb' 


Oi. 
Ak- 


o». 


A.... 


300 
ISO 


7S 
90 
•5 
9 


61.7 
7-9 
30.0 


IS 


'S 


iS 


9 




60 


4. so 

i.oo 


0.08SOO 

o.ossoo 


c 




i 


>o 


6 


5 


•5 




















Toial 




189 


100.6 


15 


«4 


13 


"5 


S 


7S 


10.5 


0.05750 



Calculating one half the sulphur to Cu,S and FeS, we have 
86.3 pounds available FeO. Assuming that %o per cent of the 
ZnO passes into the slag and adding this to (he CaO, we have 
for available combined CaO and ZnO 37.4 pounds. Substitut- 
ing in equations (B) and (B'), we have 

(17X189X0 ;)+iiJXE6 2XooO-[i 7X37-4XQ.05l-(l7Xa6.aX0 5i.. 



(l7Xii.4SXo.5)-i 
(iaXS6.a)+|u 



1X0.05X0.45)-(I7: 
<4So7 X i).JS) 



05) 
'I7X37 4) _ 



■=480.7 
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From the above we have lo. S per cent of lead on the 
charge, and allowing for a 10-per-cent lead loss and a 4-pcr- 
cent silver loss in smelting, the bullion should assay about 
182.7 ounces of silver and 0.88 ounce of gold per ton of 2000 
pounds. 

Taking the sum of the pounds of ore and limestone on the 
chaise, we have a total of 1333 pounds, wliicli is about 25 per 
cent too much if we wish a Eooo-pound charge. 

Reducing the weights by 25 per cent, we have, for the 
I corrected charge. 

Pounds. 

Ore A, 22s 

Ore B 75 

Ore C 75 

Ore D, 360 

Limestone, ........ 265 

1000 

Coke 150 

Example No. 3. Suppose we have assumed the number of 
pounds of several ores whicli we will smelt on a charge, and 
' have figured out the total pounds of SiO, , FcO, etc. The 
I totals are as follows : 

Lbs. Lbs. Lbs. Lbs. Lbs. Lba. Lba. Oi. Oi, 

\ S.0,. FeO. CaO. AI,0,. Zi.O. Cu. Po. S. Ag. Au, 

I 177 54-5 30.S 12- 7-S III 17.5 19.25 0.107s 
Assuming that one half of the S passes into the matte as 
FcS and Cu,S, we have 161.3 pounds of FcO available for slag. 
We have, for fluxing, iron ore containing SiO, J per cent, FcO 
80 per cent; and limestone containing SiO, 5 per cent, and 
CaO 50 per cent. Slags A, B, or D are all good slags for the 
above charge. If we prefer to run slag A. we have by substi- 
• tution in equations (A) and (A') 

(jX*l'Xti.5)+(lXl6l.3X0 05)-(4XM.5Xoo5t-(5X t6t.3Xo.i) _ 

tSXo.8xo,5)-UXO.o5X0.8)-(4XO.OiXi>.5) ' ' 
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Hence we would require 17.5 pounds of iron ore and 241,6 
pounds of limestone to flux the charge. 

Example Nu. 4. Wc have on a chaise, before fluxing, a 
total of available pounds as follows: SiO, 200, FeO 160, and 
CaO 40. 

Iron ore containing SiO, 5 per cent and FeO 75 percent 
costs $6 per ton. Limestone containing SiO, j per cent and 
CaO 50 per cent costs $1.50 per ton. It requires 15 per cent 
of coke to smelt the charge, and the coke costs $10 per ton 
of 2000 lbs. 

What type of slag would be the most economical ? 
Substituting in equations (A). (A'), (B). (B), and (D), (D'). 
we obtain the following: 

Slag A will require 15 pounds of iron ore and 260 pounds 
of limestone. Hence the flux will cost $0,335 P'^'' charge, and 
the fuel necessary to smelt the flux will cost $0,206. Total 
cost, $0.44. 

Slag B will require 75 pounds of iron ore and 260 pounds 
of limestone. Hence the flux will cost $0.3862 per charge, and 
the fuel necessary to smelt the flux will cost $0,225. Total 
cost $0,61. 

Skig D will require 175 pounds of iron ore and 52 pounds 
of limestone. Hence the cost of flux will be $0,559 P^r charge, 
and the fuel necessary to smelt the flux will cost $0. 1688. Total 
cost, $0.73. 

With labor and general expense at $1.25 per charge, slag 
B would have to drive 13 per cent faster than slag A. and slag 
D would have to drive 9.6 per cent faster than slag B, and 23 
per cent faster than slag A to be as economical, other condi- 
tions being equaL 
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Table I. 

WEIGHTS AND MEASURES. 
Measures of Capacity. 

G-.. 0«. P«. F1.(H. Fl.Dr. °»il«4l?[*«' Cn^^r^ 
X = 4 a 8 = 128 = 1,024 = 58.318.00 = 3,785.200 
X z= a = 32 = 256 = 14,579.50 = 946.300 
I =s 16 = 128 = 7»289.75 = 473- 150 
I = 8 = 455-61 = 29.570 
I = 56 95 = 3.690 
X English imperial gallon = 277.274 cu. in. = 70,000.00 = 4,543.000 
X ** wine or Win- 
chester gal. = 231.000 " = 58,318.00 = 3,785.200 
X *' corn gallon = 268.000 ** = 67,861.00 = 4,402.900 
I ** ale •' = 282.C00 •* = 71,193.40 = 4,619.200 

I cu. ft. = 283.15 cc. 

I cu. in. = 16.38 *• 

0.061027 ** = I *• 

Linear Measures. 

I yd. ss 3 ft. = 36 in. = 0.91438 metre. 

I ft. = 12 in. = 0.30480 •* 

I in. = 0.02540 ** 

39.3708 in. = 1. 00000 



(• 



Troy Weight. 

lib. = laox. = 240 dwt. = 5.760 grs. = 373.2419 grammes. 

X •* = 20 " = 480 " = 31.1035 " 

I " = 24 *• = 1.5552 " 

I " = 0.0648 

Avoirdupois Weight. 

I gross ton =r 20 cwt. = 2,240 lbs. = 1,016.00 kilogrammes. 

I " = 112 " = 50.80 '* 

Ox. Gra. Troy. Grammes. 

I lb. = 16 = 7,000.00 = 453.5926 
I = 437.50 = 28.3495 
I net ton s 2,000 lbs. = 907 kilogrammes. 

I cu. ft. of water at 62* F. = 62.3550 lbs. A v. = 28,315.0000 grammes. 
I en. in. «* " ** " = 0.0361 •' " r= 16.3862 

Apothecaries Wright. 

I lb. = 12 ox. = 96 dr. = 288 scruples =: 5,760 grains = 373.2419 grammes. 

i(S)= 8(3) 24 480 3'. 1035 

1(3) 3 60 3.8879 

I (9) 20 1.2960 

0.002a lb. Av. = 0.03527 oz. Av. = I5.43a8 = i.oooo 
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Table II. 

ATOMIC WEIGHTS. 



Aluminium... 
Aiilimony., . . 

Barium 

Bismuib.... 
Bgron 

Cadmium."! 

Cesium 

Calcium 

Carbon 

Cerium 

Chlorine . 
Chromium.. 

Cobalt , 

Columbium... 

Copper 

Didvmlum... 

Erbium 

Fluorine 

Gallium. 

Oucinum..., 
Gold 

In'dium. ...'!".! 

loditie 

Iron 

Lanthanum... 

Lc»d 

Liihiiim 

Macnesium... 
Manganese. . . 



Mercury 

MuIvbtlcDum. . 

Ni.kel 

Ni.ro«en 

Osmium 

Oxygen 

P.illddiLim 

Pboi^pburus. . , 

Plalinuni 

PotasMum.... 

Rhodium 

Rubidium 

Rmhenium.... 

Selenium 

Silicon 

Sliver 

Sodium 

SL.oniiunl 

Tellurium'.!!!! 

Thallium 

Thorium 

Tin 

Tiiaoium 

5 Tungsten 

Uranium 

Vanadium.... 
Yllrium 
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Table III. 

TENSION OF AQUEOUS VAPOR AT VARIOUS TEMPERATURES .♦ 



Temperature 


Tension of the 


Temperature 


Tension of the 


in X3egrc«8 


Aqueous* Vapor in 


in Debtees 


Aque«-us V.<f>ur in 


C. 


Millimetres. 


C. 


Millimetres. 


O 


4.525 


21 


1S.505 


X 


4.867 


22 


19 675 


2 


5231 


23 


20.909 


3 


5.619 


24 


22.211 


4 


6.032 


25 


23.582 


5 


6.47c 


26 


25.026 


6 


6.930 


27 


26.547 


7 


7 436 


23 


28.I4S 


8 


7.964 


29 


29 832 


9 


8525 


30 


31.602 


lO 


9 126 


31 


33 464 


II 


9.751 


32 


35.419 


12 


10 421 


33 


37 473 


13 


II . 1 30 


34 


39.630 


>4 


11.882 


35 


41.893 


15 


12.677 


36 


44 268 


i6 


13.519 


37 


46.758 


17 


14.409 


38 


49 368 


18 


15.351 


39 


52.103 


19 


16 345 


40 


54.969 


20 


17.396 







For a more compleie uble see Winkler's '* Technical Gas Analysis. 
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Table IV. 

DENSITIES AND LITRE-WEIGHTS OF GASES AND VAPORS.* 



oltheGM. 



Acetjleoe 

Air (aunospheric). 

AmmoDiii 

Antimoniuretted bydrogea. 
Arseniuretted hydrogen.... 

Benzene 

Batylene 

Carbon monoxide 

Carbon dioxide 

Carbon disulphide 

Carbon oxy sulphide. 

Chlorine 

Cyanogen 

Ethane 

Ethylene. 

Hydrogen •••« 

Hydrogen chloride 

Hydrogen cyanide 

Hydrogen sulphide 

Methane 

Nitrogen 

Nitrogen protoxide 

Nitric oxide 

Nitrogen trioxide 

Nitric peroxide 

Oxygen 

Phosphuretted hydrogen... 

Propylene 

Silicon tetrafluoride 

Sulphur dioxide 

Water 



C,H, 



H.N 

UaSb 

H.As 

C.H. 

C4H. 

CO 

CO, 

CS, 

COS 

CI, 

(CN), 

C,H. 

CtH* 

H, 

HCI 

HCN 

H,S 

CH4 

N, 

N,0 

NO 

N,0, 

NO, 

O, 
H.P 
C,H, 
SiF* 
SO, 
H,0 



12.970 

8 510 

62.545 

38.960 

38.910 

27.940 

13965 
21.945 

37.965 
29955 
35.370 

25.9^ 
14.970 
13.970 

I. GOO 

18.185 

13.495 
16.990 

7.985 
14.020 
22.000 
14.990 
37.9^ 
22.970 

15960 
16.980 

20.955 
52.055 

31 950 
8.980 



loop oc of tbe 

C»as in tbe 
Noroial State 



I.t62l 
1.2922 
0.7625 
5.6040 

3.4908 
34863 

2.5034 
1. 2512 
1.9663 

3.4017 
2.6839 

3.I691 
2.3287 
1.2413 
1.2517 
0.0896 
1.6293 
1. 2091 
1.5223 
0.7154 
1.2562 

I;97I2 

1.3431 

3.4012 
2.0581 
1.4300 

1.5214 
1.8775 

4.6641 
2.8627 
0.8046 



* Taken from " Techoical Gas Aoalysis," by Wiokler and Lunge, London, 
1885. 
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Found. 



AlPO«... 
AUG.... 
Sb,04 . . . . 
SbfSa. . . . 
Mg«As«Ot 
AgsAsOt. 
CaSO* 

CaO 

Cr,0, 

CO, 

C0SO4 

CoO 

Cu .. 

BaSO«.... 
Fc,0, . . . 
Fe 

PbSO«... 
PbS 



Reqcired. 


Factor. 


Al 


O.22131 


AI 


0.52942 


Sb 


0.78947 


Sb 


0.71428 


As 


0.48353 


As 


0.16181 


CaO 


0.41 176 


CaCOi 


0.73529 


CaCOi 


I.7S57I 


Cr 


0.68586 


C 


0.27273 


Co 


0.38065 


Co 


0.78667 


CuO 


1.25356 


BaO 


0.65636 


Fc 


0.70000 


FcO 


I.28571 


FcO* 


1.38095 


Pb 


068317 


Pb 


0.8661 1 



Found. 



Mg.P.OT 

MgO 

Mn 

Mn.O*. 

Mn,P,0, 

(NH4),X2MoO,P04 

NiO 

K.PtCU 

NaCl 

SiO, 

BaSO« 

PbSO* 

SnO, 

TiO, 

ZnO 



Required 



P 

P.O. 

MgO 

MgCO, 

MnO 

Mn 

Mn 

P 

p»o. 

Ni 

KCl 

K,0 

Na,0 

Si 

S 

SO, 
S 
Sn 
Ti 
Za 



Factor. 



0.27928 
0.63964 
0.36036 
2. liXXX) 
1.29001 
0.72052 
0.38732 
0.01630 

0.03735 
o. 78667 
o 30561 
0.19295 
0.52991 
046667 

0.13745 
0.34364 

0.10561 
0.78667 
0.60975 
o 80247 
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Table VI. 

THE QUANTITATIVE PRECIPITATION OF VARIOUS METALS 

BY ELECTROLYSIS.* 



Solntioa. 



Nitric or saTphurtc 

Doable ammuuium 
oxalaie 

Double ammonium 
sulpbaie 

Double poiassium 
cyanide 

Sulpho-salt 

Ill |$lacial phospho- 
ric acid, after 
(NH«)sCOt.... 



Aa 



Pt 



Pd 



Ag 



Hg 



Pb 



+ « 



Solatioo. 



Bi 



Nitric or sulphuric 

Double ammonium 
oxalate 

Doable ammonium 
sulphate | 

Double potassium 
cyanide 

Sulpho-sali 

In glacial phospho- 
ric aciil. after 
(NH4;iCO, 



— . Precipitated at cathode in metallic form. 

— e, 
-/. 



Sb 



Sn 



Cn 



Cd 


Tl 


Al 


Fe 


Mn 


Za 


— 


+ ^ 






+ ^ 


^ e 


-/ 


— 


^-d 




+ r>l 


— 


^^ 






-g 


+ C/ 


^^ 


— 






— 


+ 


— 



Co Ni 



«i 



« 



*« 



<t 



-g' 



II 



<« 



« 



«i 



<i 



« 



after adding (NH4)9S04. 

The corresponding potassium 

salt preferable, 
after adding Na,C«HiO» and 

rlaCtHftOT. 



+«• 


(1 


** anode as PbO». 


+*. 


(1 


" " " Tl.O,. 


+'• 


<« 


•* «• •• MnO,. 


•\-ch. 


«< 


« <i << << 



+</• 



l« 



«l «< 



• ( u 



incompletely. Completely froin corre* 

sponding potassium salt, 
incompletely. 



256. 



♦ From an article by Kahn and Woodgaie in J. S. Chem. Ind., vol. viii. p. 
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Table VII. 

SOLUBILITY, FUSIBILITY, ETC., OF VARIOUS METALS. 



MeUl. 


Color. 


Tenac- 
ity. 


Hard- 
ness. 


Sp. gr. 


Melts 

at 
Detf. C. 


Best Solvent. 


Gold 


yellow 


mal. 


2 5-3 


ig-20 


IT02 


aqua regia 


Platinum.. 


whitish to steel-gray 


4 « 


4-45 


16-21 


i£o3 


« 


Silver 


while 


tl 


2.5-3 


10.5-JI 


1023 


HNO, 


Lead 


bluish 


<l 


'5 


11.45 


322 


HNO, 


Mercury ... 


tin-white 


liquid 




13-5 


-40* 


HNO, 


Bismuth. .. 


silver-white to reddish-wh. 


brittle 


2-3-5 


97 


258 


HNO, 


Copper 


red 


mal. 


2.5-3 


8.0 


icgi 


HNO, 


Cadmium . 


tin-white 


• < 


I 


8.6-S.7 


320 


HNO, 


Arsenic... 


lead-gray 


brittle 


4 


59 


t 


aqua rrgia 


Antimony. 


bluish-white 


«t 


3-3-5 


6.8 


432 


«« 


Tm 


white 


mal. 


4-5 


7.28 


228 


HCl 


Iron (cast). 


gray 


«( 


4-5 


7.1 


1530 


HCl 


Iron (w'l). 


*( 


t( 


4-5 


7.6-7 8 


1808 


HCl 


Sieel 


• 1 


i« 


6-7 


7.8-7.9 


1S08 


HCl 


Aluminum 


silver-white 


t< 


2 


2.5-2.7 


7C0 


HCl 


Nickel. . . 


«* 


(1 


5-6 


8 2-8.7 


1537 


HNO, 


Cobalt. . . . 


steel-gray to reddish 


i< 


5-6 


8.5-8.7 


U.oo 


HNO3 


Manganese 


grayish-while 


brittle 


9-10 


7.1-8 


1650 


HCl 


Zinc 


bluish-while 

i 


mal. 


2 


6.8-7.2 


411 


HCl 



• Volatilizes at 360** C. 



t Volatilizes at 356" C. 
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..™t 


Object. 


Pretii-it.led muM— 


Pr«:ip'i't«ed aa- 


Condiiioni o( Sululioa. ^^ 


1£ 
Na 


Weigh- 

Weleh- 

Weigh- 
ing 

WclKb- 

^^ 

Weigh- 

mg 


P,edi,hanl PiQ,. Pre- 

x'.rin-'K.'rfi'i'x a';;'i 

et-porjied in a Heigbed 

Precpilani PtCL,. 

Evaporaiioo and giotte 
igniimn. VolflliFe at 
temperaluica aboTe ■ 

Evaponlian and igni- 


K.PtCI. 

K,pta. 

K,SO. 


Salts other ilian N.CI 
alimild be abHni. Small 

Only chlorides or nlu 

AEil°citlZ.i!l 

oonvolaHlesulpbaieaor 

s.'rfi.iss.r''"" 


Evap.rsiion and gentle 
Same aa K,SO., 


NaCl 
Na,SOt 


Same a> KQ. ^^^ 
Same as K,SO.. ^^| 


C« 


Weii-h. 
ing 

Weigh- 
i«g 

Separa- 


"" As abort 
PrecipiUnt(NH,|,CO,. 


CaC,0, 

c«c,o, 


and an ea<:e>a «l oialuir^^H 
Ai ^^H 

AlValme »lHli<.n free 
/torn large eicen of 


'Me 


i 'i| " 


Precipiuinl Na,HPO,. 


HgNH.PO, 

Mir(OH), 


Cold, coniaininir exeat nf 


Bt 


Weigtl- 
ing 


Prtcipitsnt H.SO^, 
Sbould bcheaud betoie 
«]d.ng. 

Precipiunl (NH.l.CO,. 


BaSO, 
BiCO, 


Hxl. ennlaining some free 1 

raif.kco, ^H 


^ 


• Compiled main] 


from an anicle by Prol. B. Waller. cnlltM^^H 



VIII. 

PRECIPITATES.* 




SoIub)=m 


C 1 


Preiwred tor 


Weighed 






Weinhing by— 


.a- 


Sllgbtly wlubtc in cold, 


NiCl and olliei ulti (u 


DfT'lK. 


K.PlCI, 


mi.ie «i ID hoi, H,a. 








aolubihl)' Increued fty 


BicDiiol, Removed by 






alkali <»«id.<lini.n'tb«a 






bj PlCl. or NB,PtCl.. 


NH,CI + K,PiCI.. 






A> above 


**"»"■ 


Igoilion Remiy at fi"t. 
Addition o( H,t,U, 

Bidi. IBdUCllOD, 


P. 


Inwaier. Leuin laeotiol 


NaCLaodinonBapoKd 


IcmiioD noi above ■ 


KCl 




loU»alr.or|r'D»;SuiI. 






Hodcnlelr in H,0, much 


N.,SO,oroihCTnoD.™U- 


IfDiiioti over an ordi- 


K,SO, 


,™ ,..„.„.,. 


ole lulpbalB- 


""""°"°-"" 




Simc u KC!. 


KO and Dihcr lalli laa 


lenition ool above a 


NaCI 




lulphaiH) iDioluhle In 
KiSO^aod other o«- 


dull led. 




Saiiiei«K,SOi. 


Same a, K.SO.. 


N«,SO, 




vuUiile sulphalo. 






U)n«r>l acidi. Slightly 


MaC,0,.wh.chi.reniov«l 


Ignition, acnily at bni. 
ind finally over blail- 


c>o 


i<.H„CO.. 


t^ lolflmn in MCI and 




Aiabore. 


""■ra.. 


AddlCiOT of H.SO., 
eraparilion, and igni' 

c"i!dd hnS^""" "' 


C.SO« 














H,OconUlnineCO, In 


BaCO, aDd MgCO,, i( 






uidisndinbotiiofulm'i 








oINH.CI InsolublE <n 
H,0+>lH,OH+lNH.I, 














AcM% Hot ulution*. and 


SiO,.ndMe(OH,,. 


Ivnillon. eenTlyatfir-I. 


«g,p«o. 


■Kthlly In cr,1d H.O. 
ln>nlublelDNH,NO,. 




finally inlenKly. In 
preaence ol C add 




Acldl aod ammoniuni 








wli>. prcvcnud Of ei- 








r>nk Mill. 








Csnc- H.SO,, Id »rnne 
bol Mi\ ind HNO, 


AllDlinc and alkali- 




BaSO, 


*arlh chlondrt. cMlo- 






MiluiT). Id ilrana hoi 
Pc.CI, and In arEalinc 




ITuKOtltLctJ^? 




or alkali eanb nltrato. 


compoundi.' Repealed 














HCl ™i-M ^l^mo^^. 






















tn-mliiblc In NH.OH + 


MBCO,<fmuthi.f™enL 












Gied alUlle.. 






(NH.1.CO, 
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PERTIES OF^H 



E't- 


Obl««. 


Obtamed by or 


Obiaimd or 
Piitipiuicdas- 




Fe 


Weigh. 


PreciDiu..! NH.OH. 

Addhion of NH.Ci udo 
pr«4piUtiuii. 


P..10HJ. 


.„„...,„,„ 




Sepirj,- 


As .have. 


Pe,lOHl. 


Al sbove. 




^r- 


Prrclpitanl NaC,H,0,. 
Filtrred bot. 


FelOH ,1C,H, 


iiiSr:;jS?'"' 


Al 


X""- 


Pnci pit Jill im^l) 
NH.UH. Belt pret-p 
iul^J by »d,ll«H ibBtoL 

«Bd*^si„;'H,s!*°'''"'''' 

b^me u Fe. 


A]|(OKfi 


"S'S"™'""'^ 




^7^- 


At,(OHWC,H| 


SsireuFe. 
No frw (ceilc acid ihouU 


Ct 


iuf' 


Preei|,il..nl Nhl,OH. En- 
^ei. »Du*ed Ly bo,lln«. 


O,(0H„ 


the iNH,>,Sefup. and 

pref*r<.biy^rno...v.i1a. 


Ti 


Werxb- 
Scp.in- 


iBM-lubl. form by bolltne 
ihe t..luti.,a KidiSed 
<yiih K^SO,. 

Futi'on and leachlns until 
fillrMe tun.tloudy. 


U.TIO, 


D'Idic iant*lii*ne hut 
Utile frn K,SUt HL't 

it«Wspreci,.,t.i,o„. Pto. 

Lonu ^ „^,',''- ""'nIjCO, 
at M|[h teai>cr>luie. 


Za 


"£f 


Preclpitaal N«,CO,. 


^oCO,.Zu(OHj, 






*£r 


lion. NH.Cl iJiliiaiu 
precipiwlioii. 


ZdS.H,0 


mlnrnl aiidi pfiirrnl 
[■reciiiit.iiL.ri (tl.SO. 
I»sii. Fe slioula be 


Un 


"a- 


''I'iTp^I^e'or 'ammol 
nlum ulIL 

Diiric-ucid solution. 


HQNH.PO, 
MdO, 


Mn muit be cml<ely In 

Ab^ct'i- p.r HCI at other 
hafoKvn gtritls. AI>a 
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PRECIPITATES. 



Soluble in~- 



Mmeral acids and solu- 
tions cuntainiiig citric, 
turtunc ucids, etc., or 
or>{.inic bubauuce» (us 
sugar) 

As above. 

In cold mineral acids. 
A'so m ciira'cs and or- 

f.inic substances, liisoiu* 
le ill hot very dilute 
HC,H,0,. 



Ac'ds and fixed aik.ilies 
Siiuliily incoldNH40H. 
Tartrates, citrates, su- 
gar, etc , prevent precip- 
itation. 

S line IS Fe, except sMsht- 
Iv soluble in hut dilute 
HC.H.O,. 



Alhuidnin N..OH, KOH. 
and hlightly in Nri40H. 
T.irtrate^. ciirates.suw'ar, 
etc., prevent precipita- 
tion. 



So'ubie foim same as be. 

(OH)«. 
IiiH'ilub>e fo^m by fusion 

with KHi04 ur b >iiing 

w.th cunc. HCl or 

H,^04. 
Acidi. Slightly in H^O. 



Dilute acidi, fix.d caustic 
aU ii>cs. buarb >n ites, 
and organic solutions. 



Dilute MCI nnd HNO, , 
strwing HsS04 when hot. 
I'ree NiKOH retards 



procipiiat ua. 



Acids. Slightly in laree 
excess of amm' nium 
salts. The influrncc of 
ammonium saltM is 
lessen 2d by large exce&s 
of tlie prccipiiaiit. 



Dilute mineral acids (es 
pecially MCh. In^iolubie 
in strong HCsHgOf and 
cone. HNOa. 



Contaminants. 



Basic ferric salts, Cr, 
HaO» , Al, Mn. Zn. Co, 
Ni, ivig, biO 3, etc. 

As above. 

Salts of fixed alkalies; 
SiU, . PjOft . Al. Lr, Co, 
Ni, Zn, Nin, Cu. etc. 
Removed by resolution 
and re precipitation. 



Basic Al halt^; SiOi , 
HjOi, Al, Cr, Co. Ni, 
Zn, Mn. etc. Removed 
by resolution and ri pre- 
cipitation. 

Same as Fe. 



Same as Al. 



F< ,Oa , AI^Os . SiO, . and 
l'«(jft hv^Ogand .*\',Os 
removed by resolution, 
reduction with SO^ , 
and reprecip'iation in 
j>resence of hi aHgO^ 
ht'gOi. acid-sodium sili- 
cate, aikaliearth carbon- 
aies. etc. 



Alkaline 
moved 



cat bona- e re- 
by repeated 



wabhingwiih hot H^O. 
FejO,, A'aOj, and SiO, 
removed by solution ana 
precipitat on of the ig- 
n ted ZnO 
Mn, Co, and Ni sulphides. 
Removed by resolution, 
neutralizing, and rcprc 
cii itaiion. Fe if not 
previously removed. 



Prepared for 
Weighing by — 



Weighed 
as — 



Ignition. In presence ' 
ofC.HNO, orNH4NO, 
should be added. Vol- '■ 
atile in presence of 
chloridts. 



FeaC), 



Ignition. Slightly vola- 
tile in presence of 
NH4CI. 



Ignition. 



AI3O, 



CrjO, 



Ignition with addition 
of (NH4),CO,. 



TiO, 



Ignition: abtieoce of C 
I* necessary. 



ZnO 



None if bases forming in- Ignition. Gently at first. 
Sf>'Ui)le pho<-phatcs arc 
abM:nt and precipitate is 
well washed. 



Saltn of fixed 
Fc,Oa , ZuO. 



alkalies. 



Mn,P,OT 
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PROPERTIES OF 



Ele- 
ment. 


Object. 


Obtained by or 
Precipiuitcd with— 


Obtained or 
Precipitated as— 


Conditions of Solution. 


Ni 


W;eigh- 
tug 

Weigh- 
ing 

.Separa- 
tion 


ElectrolysiR. 
(See Table VI.) 

Precipitant KOH or 
NaOH. 

Precipitant H,S in weak 
UCtHaO, solution. 


Ni 

Ni(OH), 
NiS.HO, 


Absence of all other 
metals of H^S and 
(NH4,S groups. Ni 
present as oxalate, suU 
phtfte, or dcuule am- 
monium nitrate, and ex- 
cess of NH4OH. 

Bases other than fixed 
alkalies should be absent. 

Absence of other mem- 
bers of the H.^ or 
(NH4),S groups. NH4CI 
aids piecipilation. 


Co 


Weigh, 
ing 

Weigh- 
ing 

Separa- 
tion 


Precipitant KNO^ in solu- 
tion slightly acid with 
HC,H,0,. 

Electrolysis. 
(See Table Vlj 
SameasNiS.HsO. 


6KNO„Co,(NOa)t 

Co 
CoS,H,0 


Warm, containing only 
Co, Ni, and K salts, and 
nearly saturated with 
KCaH.O,. 

bame as Ni. 

Same as NiS.H.O. 


Cu 


Weigh- 
ing 

Separa- 
tion 


Electrolysis. 
(Sec Table VI.) 

Precipitant H,S in dilute 
acid solution. 


Cu 
CuS 


H«S04 solution contain- 
ing a few drops of HNO, 
preferable. Organic acids 
should be absent. 

Moderately strong HCl or 
H,S04. If HNO, is 
present, the solution 
muHt be cold and dilute. 


Pb 


Weigh- 
ing 

Weigh- 
ing 

Separa- 
tion 


Precipitant H,S04. 

Precipitant KaCr^OT in 
acetic-acid solution. 

Precipitant H,S. 


PbS04 

PbCrO^ 

PbS 


Excess of H-S04 . and hut 
little HNO, or HCl. 
NH4 salts and salts of 
organic acids must be 
absent. 

Bi, A7, Fe, and Ra should 
be absent. Chlorides 
should be absent, and 
also alkaline citrates, 
tartrates, etc. 

Slightly acid, neutral, or 
alkaline. Best prciipi- 
tated tn cold H,S04 
solution. 


Ag 


Weigh- 
ing 

Separa- 
Uon 


PrecipiUnt HCl in very 
slight excess. 

Precipitant NaBr. 


AgCl 
AgBr 


Slightly acid with HNO, 
free from chlorides. 

Sameaf AgCL 



TABLES. 3^^^H 
PRECIPITATES. ^^ 


Soluble in- 




Prepared for 
W«.((lii«|! by- 


Weighed 


Mioeril acldi. In am. 

Prtiiprijiion prevenled 

il^..s;i«blemSl«rJ 
avldi iDd KCN. 


Co, Fe. and Zd. iinlea 
*" (S^'fablS'vl.J 

Alkalln. Pe,0, , A1,0,. 

Sulphides ol H.S and 
(NH.i.S groiips. .( not 


Drying ai genile heal. 


^H 


HC,H|0. aodHcohel. 

SioieiiNi. 

SuBeaiNiS.H.O. 


C» and PB ir prescm. K 
B311S thould be removed 

Same as Nl. 

Nl and other member* of 
(NH,',S group, il nol 


H™or.ao'd"eTa^l"I< 


1 


HNOiiodHO. Depotll 
pic*enlcd by CI. loo 

Hot dll^le.HNO, .nd 
urODR hot HCl. 


As. Sb, or Bl, II HNO| ii 
^01 peKnl. ir Hn'o, 

■ nd Zn are present. Zn 
irill btgin lo precipilale 

"'"E'LLvn"" 


Waahlof with H,0 and 

borne by the hand. 


c. V 


Cone, mineral ai^idi: in 
Nj.,S,0,;m NH.Mllj 
■nd eipecially tbOK ol 

Mndcrotely urmiff min- 
eral uid*; in hoi ?IH,C, 
H,0,. tnwluble in di- 
lute Eino,. 


are removed by washina 
«,lh .,--, dilufe H,SO." 

Ba. Bi. Hb, and cbro. 

pre.eot, poasfblr Fe" 
iCtO.n- 
Oiher nemben of the 
H,S jroup if preaent. 




PbSO. 
PbCiO, 


Pinlilly in ilroniE hoi 
KCIorHNO, Pi'lially 
in«lkat<neand atlialine. 

Imoluble In conilderaUt 


if prcMDl intheaolnlioo. 


Isnilton unlU Ihe edges 

temperature ' '^ili^hlly 
aboie dull red. * 


AgCl 


- 
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PROPERTIES OF 



Ele- 
meot. 



I Object. 



A« : Weigh- 

! tog 



Weigh- 
ing 



Sb 



Sn 



Weigh- 
iag 



Weigh- 
ing 



S. SO, , 

s,o,, 

SO,, 
etc. 

cT~" 



Si and 
SiO, 



C,CO,, 

etc. 



N 



w;eigh. 

ing 

Separa- 
tion and 
TitrauoD 



Weigh- 
ing 



Weigh- 
ing 



Weigh- 
ing 



Weigh- 
ing 



Weigh- 
ing 



Obtained with or 
Preci|>iiaicd Xty— 



Precipiunt 1I,S in HCl 
•oluiioo. 



Precipitant MgCl, in am- 
iDfMiiacal soluttun con- 
bAjniog alcohol. 



Precipitant H,S in acid 
lolutiiin, nt upon acidify- 
ing solutions of aulpb- 
aoiimoniie. 



Precipitant H,S in acid 
solution or u|Mtn acidify- 
ing solutions r.f alkalioe 
■uipho-sunnate. 



MgCl, in ammoniacai 
solution containing 

NH4C«. 

Preiipitant (NH4>,Mo04 
in HNOg fwiluticn heated 
to 80* C. Aifitaiion 
facilitates precipitation. 



Precipitant Bad, in lint 
solution containing a 
liitle free HCl. 



Precipiuut AgNO,. 



By evaporMiinn of acid 
8'ilution to dryness and 
heating at 1 1 5* to lao* C. 
or by evaporation of 
HfSOf solution to fumes 
of SO,. 



Absorption with KOH, 
NjiOH, or CaOH + 
NaOH. 



PtCU 



Obtained or 
Precipitated as — 



AsA 



MgNH«AsO« 



Sb,S, 



SaS, 



MgNH«P04 



iaMoO,(NH«), 
PO4 + 



BaS04 



AgCl 



X HaO.SiO, 



Conditioa of Solut'on. 



Acid wtih Bioeral acid 
iprelerabiy HClj. 



Alkaline with NH4OH, 
containing a mimaiuni 
of N H4CI and 30 per cent 
of akoOol. 



Slightly acid and moder- 
aiely dilute. 



Moderately dilute and 
sliglitly acid. Precipi- 
tation promotetl by 
acetates and interfered 
with by oxalates ot ox- 
alic acid. 



Same as Mg. 



Acid with HMOa-and con- 
t'lininir an excejM of 
NH4NOa and precip- 
lUnt Chlorides. HCl, 
retlucing Mgents and or- 
K:anic acids should be 
absent. 



Same as BaS04. 



Same as Ag. 



Sliould contain HCl. If 
much HNO^is prps:«>t, 
should be removed by 
adding HCl and boiling. 



Na,CO,.K,CO,nr 
Na,CO,-f CaCO, 



(NH4»,PiCU 



SameasK,PtCU. 



TABLES, 
PRECIPITATES. 


•1 


Soluble in- 




Prepared (of 


Weighed ^^H 


soluble in Mllultne hy- 

iX^de"'ln"'KMSo". 

H,o'+b"r"H',o'+ Br" 
to m^,m ^iM. In H,0 
■f NlJ.Cl Inulublc ID 
MI,U>l + >l<--"huL 


group il preMnl. 

iindai)ieti..lu.ni<iluUk 
InNHiUH + nlLOhol. 


Dryini, Vol.Hie a* 
As,S, upon Igiiuian. 

DiMol»1ne the preclp- 
f-l".i(. and iBniung 


Ug,A>,0, ^^H 


Hodetiiely •:Dnccritratrd 
OtKis iHCi ojeei-li)'!, 
T>'UIicacidtiH».lurc- 
dMulIon. U.»>lve,ri.y 


S ecncrilly uccomixin'o 
tile pncipit^itr- reiniived 
byr.pl«:,n«.heH,Oby 
i.l.ohu1. and w...hinB 


*e^hT'"'( ll'i^" n5 
ignited lu dull red. 


^^^k 


UD>er.ulir M.onff .d<i> 
.HO »,«Mlln. In 
boilinv H>iu[ior> coDUin- 
inc Iret H|C,0,. 


Olher memben at H,S 
nlrd Iroin Sb',S, by add- 
ing H,C,0„-!.d'w!ihnB. 


HeutlDE mndcTaicly and 
.lowly *iih^ fee aoM. 


SnO, ^^1 


^ Same .. Mk. 

^P KH.OH and ■ilmllr). 
^ 5u7ubl*tnHCIan,imr-l. 

■nlelv airKi:!! HiSO. 

cuHNOt Inliot ll,0. 

Ia>>1U'>lcid very d>lu<e 

J|»0. „.„,..., NH. 


S-meaMg. 

ArMnlo-iBolybdale, SiO, 
Ke,0,.andTiO,. 


Sune u Mg. 
inV"i""NH''.OH"^'i!d 


M|.-.f.O, ^^1 


■ Sine u &.SO.. 


SaiKalBaSO,. 


SameaiBoSO,. 


B.SO( 


■ Sa«c«A,. 


Sunt ■> Ag. 


SaioeMAg. 


AgCJ 


B.>iMn( c^ii.tic filed ol- 
klTiei. Br 'u'lon •rilh 

■ HVo'"d»ddriHF«" 


moved by diueiiJun with 
cone. H,SO,. Alto 

Fe,0, In Asa, c.w 


iB-iltl™ -fter driini. 
When impuriilM ure 

El™«« "oh' ?in,'>'iSn 
wiUlHPandH,SO,, 


SiO, 


1 


H,0 und ro, (rr,n. the 


Atanrption in ureiphed 
■ prmratm containing 
•uiiable abtorbcnu. 


CO, 


B S.a.eaiK,t'lCI,. 


&>me aa K.PlCl,. 


<Sce K,PiCI('} 


Pi 


t -^ 
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PAGB 

Absorbents used in the Analysis of Gases... •..••• •••..•.••••. 272 

Absorpuuu, Dcicrmiuaiioa of Carbonic Acid by 1 16 

•• *• ••Sulphur by 96,99 

•• •' •' Water by 120 

Acetate of Ammonium (Solvent) 73 

*' Sudium (Precipitant) 72 

Acetic Acid (Solvent) 70 

' ' '* , Analysis of Commercial 237 

Acid, Citric (Solvent) 70 

Acidimetry and Alkahmetry .........; 282 

Acid, Hydrochloric (Solvent) 69 

Hydrofluoric (Flux) 67 

Nitric (Oxidizing Reagent) 75 

• * (Solvent) 1 69 

Oxalic (Solvent) 70 

Solutions, Standard 282 

Sulphuric (Precipiunt) 72 

(Sol veai) , 69 

Taruric (Solvent) ;o 

Albuminoid Ammonia in Water, Determination of 2S0 

Alexander's Method for the Determination of Lead 142 

Alkalies, see Potassium and Sodium. 

** in Water, Determination of 276 

Alkalimetry and Acidimetry 282 

Alkali Solutions. Standard 2S5 

Alumina, Determination of 181 

" in Iron Ores, Determination of 183 

•' «• Lead Ores " *' 184 
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*' " Sflirer OfCf, •• - _ til. 

"Water, " - ^ 175 
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** , AfMiUytfs of ComfDcrcnl ..^ aqd 

'' , IlcurmifMitioo of . lii 

" *• "asAltuDiiia tia 

'* *• " as Phosphate tio 

** lo CofDmerdal Alamiofum, Determioatioo of 295 

'' Pb^^phate, CoiDposiiiofi of ijo 

" , Test f€>r( Blowpipe) la 

" •* " ((^liutiire) y^ 

Amalfiitnuuioa Assay aex> 

Ammooia (Precipitant) 71 

" (Solvent) 70 

** in Water, Determination of 27S 

Ammoniom Acetate (Solvent) 70 

" Carbonate (Precipitant) 71 

" Chloride (Precipiunt) 72 

" Niirate (Oxidizing Reagent) 75 

" Oxalate (Precipiunt) 71 

Sulphide (Precipitant) 71 

(Solvent) 70 

•* , Test for (Blowpipe) 22 

Analysis of Bleaching Powder 2S9 

' ' Coal and Coke 263 

" ** Commercial Acetic Acid 2S7 

Caustic Potash 287 

Aluminium 298 

Gases 269 

*' '' Lead and Copper Slags 307 

'* " Natural Photphatet 300 

*• *• Water 274 

•« •* WhitcLcad 291 

Antimony, Determination of 147 

" in Ores containing Iron and Lead, Determination of 150 

** *' Oxidized Ores, Determination of 149 

•• •• Sulphide Ores. " " 149 

•• , Test for (Blowpipe) 23 

" •• •• (Qiialitativr) 39 

Apparatus and Operations 49 
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INDEX. ni 

PACB 

Apparatus for the Determination of Carbonic Acid by Direct Weight 117 

" Sulphur by Absorption , . 95 

" ** Rapid Analysis of Gases 270 

Approximate Analysis of Coal and Coke 263 

Aqueous Vapor, Table showing the Tension of 355 

Argol(Flux) 68 

Arsenic, Deiermination of 144 

, Test fur (Blowpipe) 23 

" (Qualitative) 39 

Assay, Amalgamation 260 

" of Base Bullion 232 

'* Copper Matte, Special Method for .* 250 

'* Gold and Silver Ores (Crucible) 126 

" ** ** ** *' " (Scorification) 123 

*• " " *• •• •* containing Metallic Scales 258 

«• •• Gold Bullion 246 

" •* Silver Bullion by Fire Method... 236 

" " " •* Gay-Lussac Method 240 

" •• •• *' «• Volhard's *' 245 

'• *• Silver Sulphides k .... 252 

Assay-Ton Weights 51 

Atomic Weights, Table of • 354 



B 

Balances • .•••... 51 

Barium, Determination of 224 

, Test for ( Blowpipe): 24 

'* (Qualitative) 39 

Chloride (Precipitant) 70 

Base Bullion Assay 232 

, Sampling of 14 

, Special Method for the Assay of Impure 234 

Base Metal in Gold Bullion , 246 

Beakers 61 

Bicarbonate of Soda (Flux) 67 

Bichromate of Potassium (Oxidizing Reagent) 75 

Bismuth, Determination of 163 

, Test for (Blowpipe) 24 

" (Qualitative) 40 

Bisulphate of Potassium (Flux) 66 

Black Flux 68 

" Substitute 68 

Blowpipe Tests 22 
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Korax (Flux) , 67 

Huron, Test for (Blowpipe) 35 

*• " (Qualitative) 40 

Uromine (Oxidizing Reagent) 75 

** Reagent in Gas Analysis 272 

" , Test for (Blowpipe) 25 

*• " " (Qualitative) 4» 

Hrunton's Sampling Apparatus 12 

Bunsen*8 Method for the Determination of Antimony 147 

Burettes 63 



Cadmium, Determination of •..• i6s 

" Zinc in Ores of sio 

" , Test for (Blowpipe) 25 

" " " (Qualiiaiivc) 40 

Calcium, Determination of 215 

•« •• ''in Clays 117 

" •• " •• Limestone 215 

•• " •• " Natural Phosphates 303 

•• •• •• *' Ores 217 

•• «• •• •' Slags 218 

«• *• •' " Water 275 

" .Test for (Blowpipe) 26 

" *• '* (Qualitative) 41 

Calculation of Factors 323 

** '•Formulae 324 

" " Percentage Composition from Chemical Formula 321 

•* •• " from Weight 321 

'• ** Lead Bla«*t-Furnacc Charges 337 

•• ** Specific Gravity 293 

" *' the Results of Analyses, Table of Factors for the 357 

•* •* ** ** of Indirect Analysis 331 

" ** " ** of the Amalgamation Assay 261 

•• •• " ** " ** Assay of an Ore containing Metallic Scales 259 

«• "" " •* •• Analysis of Gases 332 

«• «« «• •• ** '• Assay of Gold Bullion 248 

«* •• «• " ' Silver Bullion 244 

«< «« c« Percentage of Extraction in the Chlorination Assay of 

Gold Ores 257 

« *' '* Percentage of Extraction in the Chlorination Assay of 

Silver Ores 254 
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Calcalation of the Strength of the Salt Solution used in the Volumetric 

Assay of Silver Bullion 242 

Calculations involved in ihe Use of Volumetric Solutions 328 

Carbonate of Ammonium (Precipitant) 71 

Potassium (Flux) 66 

Soda (Flux) 66 

" •' •' (Precipitant) 72 

Carbonic Acid, Determination of 116 

" " in Natural Phosphates, Determination of 301 

*• " Test for (Blowpipe) 26 

•' (Qualitative) 41 

Carbon, Determination of 106 

** in Coal and Coke, Determination of Fixed 264 

" Standards, Eggerz's Mixture for 114 

Carnot's Method for the Determination of Antimony 148 

Casseroles 61 

Characteristic Blowpipe Tests 22 

** Qualitative Tests 38 

Charcoal (Reducing Flux) 68 

Charges for Blast-furnaces, Calculation of 337 

Chlorate of Potassium (Oxidizing Reagent) 75 

Chloride of Ammonium (Precipitant) 72 

** Barium (Precipitant) 70 

" Silver in Ores. Determination of 254 

Tin (Reagent) 74 

Chlorimetry 289 

Chlorination Assay of Gold Ores 256 

" •* "Silver " 254 

Chlorine (Oxidizing Reagent) 75 

*' Available in Bleaching-powder 289 

" in Water, Determination of 277 

'• , Test for (Blowpipe) '26 

" " ** (QualiUtive) 41 

Chromium, Determination of ' 188 

" , Test for (Blowpipe) 26 

" " •* (Quantitative) 41 

Citric Acid (Solvent) 70 

Classification of Coals 263 

Clays, Determination of Alumina in 184 

" " •' Calcium in 217 

" " •Mronin 177 

*• •• "Magnesiain 223 

•« " " Silica, in 84 

Coal, Analjrtis of 263 

Cobalt, Determination of 211 
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Cobalt, Test for (Blowpipe) ••..... 27 

•* " Qualitaiive ^i 

Coke, Analysis of 263 

Colorimetric Determination of Carbun in Iron and Steel 110 

*• Copper 159 

** Manganese 200 

Titanium 190 

Combined Carbon in Iron and Steel, Determination of no 

*' Water, Determination of 120 

Combustion Analysis of Coal and Coke 267 

Concentrates, Sampling of 20 

Constituents of Water, Grouping of the 281 

Copper (Precipitant) • 83 

, Determination of 154 

Ingots, Sampling of • 14 

Matte, Special Method for the Assay of. 250 

Slags, Analysis of 307 

, The Battery Assay for 157 

, The Colorimetric Determination of 159 

, The Vulumetric Cyanide-Assay for 154 

Iodide " " 161 

** , Test for (Blowpipe) 27 

** •* (Qualitative) 42 

Corrected Assay of Silver Sulphides. 252 

Crucible- Assay Charges, Table of 129 

Crucible Furnace 55 

Crucibles 59 

Crushing and Pulverizing of Ores, etc 49 
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** of Base Bullion 232 
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Cuprous Chloride (Reagent) 272 
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Fluorine in Natural Phosphates 305 
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"Gold Bullion 246 
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" Silver Bullion 236 
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Lead 136 

Magnesia 220 

Manganese X94 

Mercury 133 

Moisture 119 

Nickel 211 

Nitrates in Water 280 

Organic Matter in Water 277 

** and Volatile Matter in Water 274 

Potassium 227 

Phosphorus 100 

Pyrites and Gypsum in Coal and Coke 265 

Silica and Silicon 77 

Sodium 227 

Specific Gravities 293 

Specific Gravity of Coal and Coke 2f>6 

Sulphur , 88 

Sulphuric Acid in Water 277 

the Heating Power of Coal and Coke 266 

Tin 151 

Titanium ! 190 

Total Solids in Water 274 

Volatile Matter in Coal 263 

Water 119 

Zinc 20s 

Drown on the Determination of Phosphorus in Iron and Steel 103 

Orown*s Method for the Separation of Iron and Alumina 185 
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Eggerz's Method for the Determination of Graphite in Iron and Steel 109 
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Electrolytic Determination of Copper 157 
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" Nickel and Cobalt 213 

Precipitation of Various Metals, Table showing the 358 

Separation of Iron and Alumina 1S5 

Elementary Analysis of Coal and Coke 267 

Elliott's Apparatus for the Rapid Analysis of Gases 270 

*' Method for the Determination of Total Carbon 106 

*• ** " ** Volumetric Determination of Sulphur 97 

Emmerton's Method for the Volumetric Determination of Phosphorus.. . . 100 

Equations, The Writing of Chemical 312 
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Fahlberg-IIes Method for the Determination of Sulphur 88 

Factors, Calculation of 323 

" for the Calculation of Results, Table of 357 

Filtration 61 

Filter-paper 62-87 

Filter-pump '. 62 

Fire-assay for Gold and Silver Ores (Crucible) 126 
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" " the Determination of Bismuth 1C4 
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Fire-assay of Silver Bullion 238 
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Fixed Carbon in Coal and Coke, Determination of 264 
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Flue-dust, Sampling of 20 

Fluorine in Natural Phosphates, Determination of 305 

" , Test for 28 

Fluxes used in Fire-assaying 67 

.< «i •« Wet Assaying 66 

Ford's Method for the Determination of Manganese 194 
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Free Ammonia in Water, Determination of . . . 279 

Funnels 61 

Furnaces 54 
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•• *• " *' Manganese in 204 
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Gas Analysis, Calculation of the Results of 332 

Gases, Analysis of 269 

'* , Determination of the Specific Gravity of 296 

*• , The Density and Weight of one Litre of Various 356 

Gay-Lussac's Method for the Assay of Silver Bullion 240 

Gold Bullion, Assay of 246 

Assay, Calculation of Results of the 24S 

" , Sampling of 19 

Gold, Determination of 122 

«• •', in Base Bullion 233 

" " •••* Copper Mattes 250 

" "• " "Ores 122 

" " " "Silver Bullion 240 

Gold Ores, Amalgamation Assay of 260 

•• " . Chlorination " ** 256 

*' " containing Metallic Scales. Assay of 258 

Graphite in Iron and Steel, Determination of 109 

Grouping of the Constituents of Water 2S1 

Gypsum in Coal and Coke, Determination of 265 
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Hand Samoling 6 

Handy 's Method for the Volumetric Determination of Phosphorus 103 
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** power of Coal Coke. Determination of 266 

Hunt's Remarks on the Colorimetric Determination of Manganese 201 
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** Slags, Determination of 178 
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Johnson's Method for the Writing of Chemical Equations. 316 
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Lead (Flux) 69 

'* (Precipitant) 73 

" , Comparison of Methods for the Determination of 136 

*' , Determination of 136 
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Magnesia, Determination of 220 

in Clays, Determination of t 223 
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" Natural Phosphates, Determination of 304 

" Ores, Determination of 223 
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" by Ford's Method, Determination of 194 

" " Low's Method. ** " 204 

" Volhard's Method. " " 19S 
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Marguerite's Method for the Volumetric Determination of Iron 169 

Mattes, Determination of Alumina in 184 

*« " " Iron in 177 

" " " Silicain 84 

Measures and Weights, Table of 353 
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Nickel, Determination of 2ti 
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" Soda (Flux) 67 

" Soda (Oxidizing Reagent) 75 

Nitrates in Water, Determination of 280 
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Nitric Acid (Oxidizing Reagent) 75 

" (Solvent) 69 

•' " , Test for (Blowpipe) 33 

" " •• •' (Qualitative) 44 
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Operations and Apparatus 49 

Ores, Sampling of 6 

Organic and Volatile Matter in Water, Determination of 274 

Organic Matter in Natural Phosphates, " " 301 

Oxalate of Ammonium (Precipitant) 71 

Oxalic Acid (Reagent) 70 

Oxidizing Reagents 74 

Oxygen (Oxidizing Reagent) 74 

consumed by Organic Matter in Water 277 
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Pan for the Amalgamation Assay 262 
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** , Determination of 227 
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Precipitates, Table showing the Properties of 360 

Preliminary Assay of Silver Bullion 237 

" Examination of Ores and Metallurgical Products 21 

Properties of Metals, Table of the 359 

Proof in the Assay of Silver Bullion 238 

Pulverizing 49 

Pyrites in Coal and Coke, Determination of 265 
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Reagents 66 

'* used in the Rapid Analysis of Gases 272 

Reed on Ore Sampling 14 

Rolls 51 
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Rose's Method for the Determination of Bismuth 163 
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Salt (Flux) 68 

'* S(}lution in the Volumetric Assay for Silver 240 
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Assay for Gold and Silver 223 
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Scorifiers 6i 

Selenium, Test for (Blowpipe) 34 

" " (Qualitative) 45 

Silica (Flux) 68 

, Determination of 77 

in Clays, Determination of 84 

'* ** Copper Furnace Slags. Determination of 84 

Iron Furnace Slags, Determination of 83 

Iron Ores, Determination of 77 

Lead Ores, Determination of 79 

Limestone, Determination of 84 

Mattes, Determination of 84 

Natural Phosphates, Determination of 301 

Silver and Gold Ores, Determination of 79 

" Slags (Lead). Determination of 80 

Titaniferous Ores. Determination of 87 

. Test for the Purity of 86 

Silicon in Iron and Steel, Determination of 8$ 

** Commercial Aluminium, Determination of 29$ 

*• , Test for (Blowpipe) 34 

" •« «• (Qualitative) 4$ 

Silver Bullion Assay 236 

•' ** , Sampling of 18 

Chloride in Ores, Determination of 254 

Crucibles 60 

Crucible Assay fur 126 

Determination of 123 

in Base Bullion, Determination of 232 

in Copper Mattes, Determination of 250 

in Ores, Determination of 122 

in Slags, Determination of 129 

Nitrate (Precipilani) 71 

Ores, Amalgamation Assay of 261 

•* " , Chlorinaiion Assay of 254 

** Ores containing Metallic Scales, Assay of 25S 
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*• Calcium in. 217 

*' " " Iron in 178 
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" ** (Qualiutive) 45 

Slag5» Analysis uf 307 
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Smith's (J. L.) Meihod for the Determination of Alkalies 230 
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and Potassium, Direct Determination of 229 

, Indirect Determination of 228 
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Carbonate (Flux) 66 

(Precipitant) 72 
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(Precipitant) 72 
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Nitrate (Oxidizing Reagent) 75 

*• (Flux) 67 

Sulphide (Prccipitani) 72 

Sulphiie ( Reducing Reagent) 74 

, Test for ( Blowpipe) 35 

** (Qualitative) 46 
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Solvents 69 

Spcrific Gravity and Weight of Gases, Table of the 356 
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Split Shovel 9 
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" «• " Silicon in 85 
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" '* (Precipitant) 72 
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